
Unraveling exciton-phonon coupling in individual FAPbI3 nanocrystals emitting near-1 
infrared single photons  2 3 

Ming Fu,†,‡ Philippe Tamarat,†,‡ Jean-Baptiste Trebbia,†,‡ Maryna I. Bodnarchuk,¥  Maksym V.4 
Kovalenko,¥,§  Jacky Even,¶ and Brahim Lounis*†,‡5 6 7 

† Université de Bordeaux, LP2N, Talence F-33405, France,  8 
‡ Institut d’Optique and CNRS, LP2N, Talence F-33405, France,  9 

¶ Univ Rennes, INSA Rennes, CNRS, Institut FOTON - UMR 6082, F-35000 Rennes, France 10 
¥ Laboratory for Thin Films and Photovoltaics, Empa-Swiss Federal Laboratories for Materials Science 11 

and Technology, CH-8600 Dübendorf, Switzerland 12 13 
§ Institute of Inorganic Chemistry, Department of Chemistry and Applied Biosciences, ETH Zürich, CH-14 

8093 Zürich, Switzerland 15 16 17 
Abstract 18 19 20 

Formamidinium lead iodide (FAPbI3) exhibits the narrowest bandgap energy amongst lead 21 
halide perovskites, thus playing a pivotal role for the development of photovoltaics and near 22 
infrared classical or quantum light sources. Here, we unveil the fundamental properties of FAPbI3 23 
by spectroscopic investigations of nanocrystals of this material at the single particle level. We show 24 
that these nanocrystals deliver near-infrared single photons suitable for quantum communication. 25 
Moreover, the low temperature photoluminescence spectra of FAPbI3 nanocrystals reveal the 26 
optical phonon modes responsible for the emission line broadening with temperature and a 27 
vanishing exciton-acoustic phonon interaction in these soft materials. The photoluminescence 28 
decays are governed by thermal mixing between fine structure states, with a two-optical phonon 29 
Raman scattering process. These results point to a strong Frölich interaction and to a phonon glass 30 
character that weakens the interactions of charge carriers with acoustic phonons and thus impacts 31 
their relaxation and mobility in these perovskites. 32 33 
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Introduction 34 
 35 
 Metal halide perovskites, in particular hybrid organic-inorganic lead halides APbX3, where 36 
A is an organic cation (methylammonium, MA, or formamidinium, FA) and X is halide (Cl, Br, I), 37 
have attracted a vast interest over the past few years1. Their outstanding optical and electronic 38 
properties, together with facile and cost-effective production, make these materials useful not only 39 
for photovoltaic applications2-5, but also for light-emitting devices6-9. Recent advances in the 40 
colloidal synthesis of strongly emitting perovskite nanocrystals (NCs), open up new possibilities 41 
for the fabrication of tunable light sources based on the composition and quantum-size-effect 42 
tuning, such as light-emitting diodes and lasers, and for the exploration of their potential use as 43 
quantum light sources10-16. Previous works demonstrating single photon emission of perovskites are 44 
mainly focused on fully inorganic cesium lead halide perovskites NCs (CsPbX3), which emit in the 45 
visible wavelength region17-19. It was also shown recently that hybrid organic-inorganic lead halide 46 
FAPbBr3 NCs behave as efficient single photon sources in the visible domain20. Yet, the potential 47 
of perovskite NCs as quantum light sources in the near-infrared remains unexplored, in spite of 48 
important benefits concerning the tunability of the emission lines to the maximal sensitivity of 49 
silicon avalanche photodiodes and their suitability for propagation in telecommunication fibers. So 50 
far, red-emissive CsPbI3 NCs have been shown to suffer from a delayed phase transformation into 51 
a non-luminescent wide-band-gap 1D polymorph, and MAPbI3 exhibits very limited chemical 52 
durability and eventually decompose to PbI2. This so-called “perovskite red wall” has only recently 53 
been overcome with the development of a colloidal synthesis method for obtaining phase-stable 54 
FAPbI3 and FA1-xCsxPbI3 NCs with a bright photoluminescence (PL) expanding to 800 nm in the 55 
near-infrared21. 56 
 Bright light sources that delivers on demand single indistinguishable photons are needed for 57 
a variety of quantum information processing schemes22. Those based on solid-state quantum 58 
emitters require cryogenic temperatures to reduce phonon dephasing of the transition dipole and to 59 
obtain a sharp zero-phonon emission line (ZPL). Indeed, indistinguishable photons stem from the 60 
ZPL when its linewidth reaches its lower bound set by the lifetime of the emitting state. Therefore, 61 
quantum emitters that exhibit a weak coupling between the exciton and phonons are appealing for 62 
the development of those applications. Besides governing the emission line broadening of hybrid 63 
perovskites, phonon scattering is amongst the factors setting a fundamental intrinsic limit to the 64 
mobility of charge carriers in these materials23. The study of electron-phonon coupling in 65 



 

perovskite NCs is thus important for photovoltaic applications. Yet, the strong inhomogeneous line 66 
broadening, inherent to PL spectra of bulk samples24,25 or ensembles of NCs26, obscure the spectral 67 
features of phonons and lead to disparities in the extracted values of phonon energies and coupling 68 
strengths. 69 
 Halide perovskite semiconductors exhibit fundamental differences with classical 70 
semiconductors with zinc-blende or würtzite crystal structures. The spin-orbit coupling effect 71 
which is very strong for lead-based compounds, is indeed present in the conduction band rather 72 
than in the valence band, leading to doubly spin-degenerated band-edge electronic states27. 73 
Moreover, the selection rules for carrier-phonon interactions are specific and similar for both 74 
electrons and holes28,29. In particular, polar acoustic phonon mechanisms related to piezoelectricity 75 
and non-polar optical phonon mechanisms related to deformation potentials vanish in the cubic 76 
Pm-3m reference phase. Carrier-phonon interactions are thus related to acoustic phonons via 77 
deformation potentials and to polar optical phonons. The Fröhlich coupling is expected to dominate 78 
in these strongly ionic materials at room temperature30. Furthermore, inorganic halide perovskites 79 
display three triply degenerated optical active lattice modes instead of one in classical 80 
semiconductors31. These modes are expected to undergo longitudinal optical (LO)-transverse 81 
optical (TO) phonon splittings, which strongly depend on the mode polarity. For example, in 82 
inorganic CsPbCl3 perovskites, the highest-energy optical mode exhibits a significant LO-TO 83 
splitting (25 meV-15 meV) which is almost entirely at the origin of the difference between the 84 
static and optical dielectric constants32. In the well-known iodine-based hybrid halide perovskite 85 
MAPbI3, the same difference is explained at room temperature by a LO-TO splitting at lower 86 
frequencies (5 meV-4 meV)33. Recent Terahertz emission spectroscopy experiments indeed show 87 
that the photogenerated carriers drive an ultrafast coherent lattice response around 5 meV with a 88 
somewhat broader feature at about 11.6 meV34. There is scarce information about the optical 89 
phonons in FAPbI3. An optical mode at ~ 17 meV is observed at room temperature in the bulk α-90 
phase by Raman spectroscopy35,36, and terahertz emission spectroscopy shows two coherent 91 
emission signatures at about 5 meV and 10 meV in FAPbI3-based alloys34. 92 
 Lead halide perovskites are structurally soft semiconductors having their whole acoustic 93 
vibrational density of states located at low energies (in the meV range)37. Recent inelastic neutron 94 
scattering measurements38 indicate that FAPbI3 is an ultra-soft halide perovskite material with a 95 
very low elastic stiffness. These measurements are consistent with the prediction of a strong 96 
acoustic-optical phonon up-conversion and “hot-phonon bottleneck” in hybrid organic-inorganic 97 



 

lead-halide perovskites39, especially in FAPbI3. Indeed, the blocking of acoustic phonon 98 
propagation, as well as the presence of organic cations introducing overlapping acoustic and optical 99 
phonon branches, is expected to facilitate the up-transition (depopulation) of low-energy acoustic 100 
modes to optical modes. An alternative explanation on the role of low-energy acoustic vibrational 101 
density of states is connected to a glassy state, where the strong lattice anharmonicity impedes the 102 
scattering of electron by acoustic phonons. This latter phenomenon is also expected to dominate the 103 
processes of band-edge electron coupling to acoustic phonons and thus charge carrier transport40. 104 
These processes prolonging the cooling period of hot charge carriers and affecting charge transport 105 
are promising for the next-generation photovoltaics devices, and motivate further investigations of 106 
the role of acoustic phonons in the electron-phonon interactions in FAPbI3 materials. 107 
 In this letter, we present a spectroscopic study of these near-infrared perovskites at the 108 
single NC level and demonstrate the strong photon antibunching of their emission at room 109 
temperature. We also investigate their temperature-dependent PL spectra and PL decay at 110 
cryogenic temperatures. We find that the homogeneous broadening of the PL spectrum with 111 
increasing temperature is negligible up to 30 K, revealing a weak exciton-acoustic phonon coupling 112 
in these materials. We demonstrate that the emission line broadening is governed by the coupling 113 
between excitons and optical phonon modes whose spectral signatures are identified in the low 114 
temperature PL spectra. Moreover, the temperature dependence of the PL decay unveils a thermal 115 
mixing mechanism between the lowest two levels of the band-edge exciton fine structure, which is 116 
based on a two-phonon Raman process with optical phonons. 117 
 118 
Results 119 

 120 
Room temperature properties of FAPbI3 NCs 121 
 FAPbI3 NCs with a schematic crystal structure presented in Fig. 1a were synthesized by a 122 
wet-chemical method reported previously21, refined for improved size and shape uniformity (see 123 
the Supporting Information for details). High-resolution transmission electron microscopy (HR-124 
TEM) images and high-angle annular dark-field scanning transmission electron microscopy images 125 
(HAADF-STEM) reveal that these NCs have cuboid shapes with average sizes of 10-15 nm (Fig. 126 
1b), i.e. 2-3 times larger than the exciton Bohr radius in FAPbI3.

41 As shown in Fig. 1b, powder X-127 
ray diffraction measurements identify a cubic perovskite crystal structure at room temperature. The 128 
optical absorption spectrum of the FAPbI3 NCs dissolved in toluene extends from UV to the near-129 
infrared absorption, with the absorption edge at ~1.70 eV (Fig. 1c). Under visible light excitation, 130 



 

the NCs exhibit a bright near-infrared photoluminescence centered at 1.66 eV, with a high color 131 
purity (full width at half-maximum, FWHM = 88 meV) and a high PL quantum yield over 70%.21 132 

 133 
Fig. 1: Room-temperature properties of FAPbI3 perovskite NCs. (a) Scheme of the cubic 134 
perovskite crystal structure of FAPbI3. (b) Powder X-ray diffraction pattern for FAPbI3 NCs (red 135 
line), along with the simulated pattern of bulk FAPbI3 from the ICSD database (card number 136 
250736, gray). Right image: High-Angle Annular Dark-Field Scanning Transmission Electron 137 
Microscopy image (HAADF-STEM) from an ensemble of FAPbI3 NCs. Left image: High-138 
Resolution Transmission Electron Microscopy image (HR-TEM) of a single FAPbI3 NC. (c) 139 
Absorption and PL spectra of FAPbI3 NCs in a toluene solution. (d) Wide-field PL image of 140 
single FAPbI3 NCs dispersed in poly(methyl methacrylate) at room temperature, measured using 141 
a 488 nm continuous-wave excitation. The color bar marks the PL intensity measured. (e) PL 142 
spectrum of a FAPbI3 NC recorded in a confocal mode over 5 s with an excitation intensity of 6 143 
kW.cm-2. The dashed curve shows a Lorentzian profile which reproduces well the high energy 144 
wing of the emission line. It points to an asymmetry of the PL spectrum. The spectrum is 145 
reproduced with a double-Lorentzian profile (plain red curve), comprising the zero-phonon line 146 
and an optical phonon sideband red-shifted by 12 meV. (f) Time trace of the PL intensity of a 147 
FAPbI3 NC, measured under an excitation intensity of 2 kW.cm-2 and with a bin time of 10 ms. 148 
(g) Histogram of time delays between consecutive photon pairs detected from the PL of a 149 
FAPbI3 NC under an excitation intensity of 2 kW.cm-2. 150 

 151 
Producing single near-infrared photons with single FAPbI3 NCs 152 
 We use single NC spectroscopy to get rid of inhomogeneities due to size and morphological 153 
variations among these nanostructures and thus explore their intrinsic optical properties, as well as 154 
to probe limiting carrier scattering processes at low temperature. An inverted fluorescence 155 
microscope equipped with a 1.45 numerical aperture oil-immersion objective is used to investigate 156 



 

the room temperature properties of single FAPbI3 NCs deposited by spin-coating on a clean glass 157 
coverslip. Fig. 1d shows a representative wide-field image of single FAPbI3 NCs dispersed in a 158 
poly(methyl methacrylate) matrix and excited at 488 nm. The disparity between PL intensities 159 
among these NCs is attributed to the dispersion of their quantum yields around the ensemble-160 
averaged value42. A typical PL spectrum of a single NC is shown in Fig. 1e. Its linewidth of 161 
FWHM ~ 70 meV is almost as large as that of the ensemble PL spectrum of Fig. 1c. This small 162 
inhomogeneous broadening in spite of the NC size dispersion reflects the weak quantum 163 
confinement effect in these NCs. The asymmetry displayed in the PL spectral profile is the 164 
hallmark of an optical phonon sideband, although a residual contribution from a low emissive state 165 
to the red shoulder cannot be ruled out. As shown in Fig. 1f, individual NCs exhibit a characteristic 166 
PL blinking behavior which is likely due to random charging and discharging processes of the NC 167 
driven by photoionization, with a domination of Auger recombination in the charged exciton 168 
decay17,18. While negligible in bulk semiconductors, the Auger effect is strong in NCs due to the 169 
enhanced Coulomb interaction between charge carriers and the reduced kinematic restriction on 170 
momentum conservation43. In spite of the weak quantum confinement in these FAPbI3 NCs, the 171 
Auger processes also provide an efficient channel for nonradiative recombination of multiple 172 
excitons which prevents the emission of multiple photons. Indeed, a remarkable feature of the PL 173 
from these single NCs is the strong photon antibunching which manifests as a dip in its normalized 174 
intensity autocorrelation function ݃(ଶ)(߬) at zero delay time (߬ = 0), as exemplified in Fig. 1g (See 175 
other examples in Supplementary Figure 1). We find ݃(ଶ)(0)~0.1, close to the ideal signature 176 ݃(ଶ)(0) = 0 of a pure single photon stream. Since single NCs are detected with a high signal-to-177 
background ratio, the correlation of the PL signal with background events only contributes as 178 ~0.02 to ݃(ଶ)(߬). The main contribution to ݃(ଶ)(0) is therefore due to residual biexciton radiative 179 
recombinations. Similar values of ݃(ଶ)(0) were reported in the case of individual perovskite NCs 180 
of CsPbX3 

17,18 or FAPbBr3 
20 emitting in the visible domain. The recovery of the coincidence 181 

signal with time is well fitted by a monoexponential rise function, which leads to an exciton 182 
lifetime of 25 ns at room temperature for this NC. 183 
 184 
Low temperature PL spectra of single NCs 185 

 To gain a deeper understanding of the optical properties of FAPbI3 NCs, we have 186 
investigated the PL spectrum of more than a hundred of single NCs at cryogenic temperatures. At 187 
the lowest temperatures (~ 3.6 K), thermal dephasing is reduced and the PL spectra of single NCs 188 



 

mainly present a sharp and intense line attributed to the exciton recombination ZPL, as exemplified 189 
in Fig. 2. The ZPL undergoes a small spectral diffusion with an excursion contained within a few 190 
meV (see Supplementary Figure 2). This behavior stands apart from that of fully inorganic 191 
perovskite NCs, which display a remarkable spectral stability in the low temperature PL 192 
spectra19,44,45. A possible origin of the spectral diffusion can be explained as follows. Contrary to 193 
cations in fully inorganic perovskites, organic cations in hybrid lead-halide perovskites are known 194 
to have electric dipole and quadrupole moments46. Photo-generated charge carriers cause the 195 
neighboring cations to reorient47 and locally align their dipoles to form ferroelectric domains48-50 196 
and maximize the screening effect. This results in a change of the electrostatic potential in the NC, 197 
leading to a shift of the transition energy of the exciton. It is consistent with the recently reported 198 
locally disordered low temperature phase of FAPbI3 

51. During the acquisition of the PL spectra, 199 
random configurations of cation dipole organizations (domain size and orientation) will be sampled 200 
and lead to spectral diffusion of the exciton recombination line. The line shape is thus essentially 201 
set by the distribution of emission line frequencies sampled during the integration time of the 202 
spectra. The random process at the origin of spectral diffusion leads to a Gaussian-shaped emission 203 
line. The sharpest lines are obtained when reducing the integration time as well as the excess 204 
energy between the excitation photons and the emission photons. Linewidths as narrow as 0.8 meV 205 
can be obtained when recording the spectra over a very short integration time (0.2 s) and by using 206 
an excitation wavelength in the near infrared (~ 730 nm) (see Fig. 2 and Supplementary Figure 2). 207 
Yet, the linewidths are not limited by the resolution of the spectrograph and may hide an 208 
unresolved band edge-exciton fine structure, which has been observed in inorganic lead halide 209 
perovskite NCs44,45,52-55.  210 
 As exemplified in Fig. 2, the low-temperature PL spectra display three phonon replicas that 211 
are red-shifted by ~3-4 meV, ~10-12 meV and ~14-16 meV (see the histograms of Fig. 2e and 212 
Supplementary Figures 2-7, 9 for further examples of PL spectra). These sidebands are attributed to 213 
longitudinal optical phonon modes and labeled LO1, LO2, LO3, respectively. The LO1 and LO2 214 
modes lie in the same energy range as the coherent lattice emission signatures observed by 215 
terahertz spectroscopy34. Their Huang-Rhys factors are one order of magnitude larger than those 216 
measured in CsPbBr3 

44 and CdSe 56 NCs, indicating a stronger exciton-phonon coupling in FAPbI3 217 
NCs. Interestingly, Fig. 2 shows evidence for a drastic increase in the LO2 sideband intensity when 218 
changing the excitation wavelength from λexc=727nm (quasi-resonant) to λexc=488nm (far above 219 
resonance). Moreover, its relative spectral position with respect to the ZPL undergoes significant 220 



 

fluctuations over time under blue excitation (Fig. 2c). On the basis of theoretical predictions 221 
combined with near-infrared spectroscopic measurements on MAPbI3 thin films at low 222 
temperature57, the LO1-3 bands identified in Fig. 2 can be assigned to three bundles of finely 223 
separated low-energy lattice modes. These modes correspond to stretching and bending vibrations 224 
of the PbI3 network and rigid-body motion of the FA cation, whose character is affected by their 225 
mutual couplings57. We attribute the temporal fluctuations of the phonon sideband position to 226 
fluctuations of the halide structure subsequent to the activation of cation rotation with high-energy 227 
photons, as evidenced in MAPbI3 by time-resolved electron scattering techniques58. We suggest 228 
that mixed organic-inorganic electronic states are excited in FAPbI3 NCs at high energy, as in the 229 
case of MAPbI3 

59. After fast relaxation of charge carriers to the band-edge, structural deformations 230 
are induced with preferential couplings to specific lattice modes. All along the NC spectral 231 
trajectory, various relaxation configurations and therefore LO vibrations are probed over the 232 
excitation cycles. 233 
 234 



 

 235 
Fig. 2: PL spectrum of a single FAPbI3 NC at 3.6 K. 236 
(a) Spectral trajectory of a single NC at 3.6 K, built with 100 consecutive PL spectra, each 237 
recorded over 0.2 s at an excitation wavelength of 727 nm. The resolution of the spectrograph is 238 
0.8 meV (using a grating of 300 lines/mm). In this trajectory, the spectra were shifted in order to 239 
eliminate the ZPL spectral diffusion. (b) PL spectrum of the same NC, built from the sum of all 240 
spectra of (a). The energies of the LO1 LO2, LO3 optical phonon modes are 3.2 meV, 7.8 meV, 241 
15.4 meV, respectively, and the ZPL linewidth is 1.2 meV FWHM. (c) Spectral trajectory of the 242 
same NC excited at 488 nm, with corrections from spectral diffusion of the ZPL as in (a). (d) PL 243 
spectrum built from the sum of all spectra of (c). The ZPL linewidth is 1.5 meV FWHM. (e) 244 
Histogram of LO1 LO2, LO3 phonon energies. 245 



 

Evolution of the PL spectra with temperature 246 
 In the following, we investigate how the emission properties of single NCs evolve with 247 

temperature. Fig. 3 displays the PL spectra of a single NC recorded from liquid helium 248 
temperature up to 150 K (other examples of temperature-dependent PL spectra are shown in 249 
Supplementary Figures 4-7). The emission lines experience a blue shift of ~25 meV when 250 
increasing the temperature up to 90 K. Such a blue-shift is counter-intuitive with respect to 251 
empirical Varshni60, Pässler61 and Bose-Einstein62 models used to describe the usual bandgap 252 
shortening with increasing temperature observed for conventional semiconductors. These models 253 
are no longer suitable for such materials, due to the complex interplay between the electron–254 
phonon renormalization and the thermal expansion, which have opposite effects on the band gap 255 
energy upon a variation of temperature. In fact, this atypical bandgap widening with increasing 256 
temperature was previously observed in bulk hybrid lead halide perovskites25,63,64 and assigned to 257 
a stabilization of the valence band maximum as the lattice expands with temperature63. Strikingly, 258 
when the temperature is raised above 100 K the temperature drift of the NCs PL spectrum 259 
changes sign and turns to a red shift. This behavior is reproduced for all other single FAPbI3 NCs 260 
(see other examples in the Supplementary Figures 4-7). These evolutions remind complex spectral 261 
trajectories of bulk hybrid lead halide perovskites as a function of temperature, which were 262 
associated with phase transitions found in these relatively soft materials24,25,63,65,66. It is thus a 263 
remarkable feature that a smooth phase transition over temperature can occur at the scale of a 264 
single NC. In the case of FAPbI3 films, a spectral evolution similar to that obtained with single 265 
NCs has been observed and the nonmonotonic behavior found around 130 K attributed to a 266 
structural phase transition between trigonal phases24,67. The existence of a low-temperature 267 
monoclinic phase was postulated from the inspection of X-ray diffraction data at ~ 100 K68, but 268 
the structure was not determined. No evidence of a monoclinic to trigonal transition could be 269 
brought with the PL spectra of FAPbI3 bulk samples or NCs. The possible existence of a 270 
monoclinic phase at low temperature requires additional experimental studies. 271 



 

 272 
 273 
Fig. 3: Temperature dependence of the PL spectrum of a single FAPbI3 NC. (a) Evolution 274 
of the PL spectrum of a FAPbI3 NC with temperature. Each spectrum was recorded with an 275 
excitation intensity of 700 W.cm-2. The spectra are fitted (blue lines) with Gaussian profiles up 276 
to 30 K and with Lorentzian profiles above 30 K (see text). (b) ZPL linewidth (FWHM) of the 277 
same NC as a function of temperature. The black line is a fitting curve taking into account only 278 
the Fröhlich coupling between the exciton and an effective LO phonon mode with energy ܧ୐୓= 279 
(10.7 ± 0.8) meV. The low-temperature linewidth is Γ଴=1.5 meV. The contribution of acoustic 280 
phonon to the line broadening is negligible since ߪ୅ୡ ൏ 5 µeV.K-1. (c) LO1 and LO2 phonon 281 
energies as a function of temperature from 3.5 K to 55 K, deduced from the fits in (a). The error 282 
bars displayed in (b) and (c) represent the fitting errors of the parameters deduced from (a). 283 

 284 
 Compared to spectroscopic studies of FAPbI3 bulk samples or ensemble of NCs where the 285 
exciton recombination lines are strongly affected by inhomogeneous broadening24-26, single NC 286 
studies allow an accurate determination of acoustic and optical phonons contributions to the 287 
thermal broadening of the homogeneous line. Above 30 K, the homogeneous line broadening by 288 
thermal dephasing prevails over the spectral excursions caused by spectral diffusion. The emission 289 
line thus acquires a Lorentzian shape that is characteristic of a homogeneous line at higher 290 



 

temperatures, as exemplified in Fig. 3a. This broadening with temperature ܶ is reproduced using 291 
the expression Γ(ܶ) = Γ଴ + ୅ୡܶߪ +Γ୐୓ ሾexp(ܧ୐୓ ݇୆ܶ⁄ ) − 1ሿ⁄ ,69,70 where Γ଴ is the zero-temperature 292 
ZPL linewidth, which is temperature independent and mainly set by spectral diffusion, ߪ୅ୡ and Γ୐୓ 293 
are respectively the exciton−acoustic phonon and the exciton−optical phonon coupling coefficients, 294 
and ܧ୐୓ is the optical phonon energy. The contribution of optical phonons to the line broadening is 295 
indeed proportional to their Bose-Einstein occupation number, while for acoustic phonons a linear 296 
dependence on temperature is generally assumed. We find that coupling to a single optical phonon 297 
mode is enough to reproduce the temperature evolution of the linewidth, while more than one polar 298 
optical modes are present in halide perovskites. We thus assume that the ܧ௅ை  parameter is an 299 
effective parameter representing the carrier-LO phonon interaction. In the example of Fig. 3b, the 300 
fit is performed with Γ଴=1.5 meV, ߪ୅ୡ =  ୐୓ 301ܧ ୐୓= 10.7 meV. The values ofܧ ୐୓=27 meV, andߛ  ,0
and ߛ୐୓ are in agreement with previous measurements on bulk FAPbI3.

25 However, this value of 302 ܧ୐୓  differs from that deduced from other measurements on bulk FAPbI3 and FAPbI3 NC 303 
ensembles24,26, providing values ܧ୐୓ ~ 18 meV. Our single NC studies are self-consistent since the 304 
LO-phonon modes participating to the homogeneous broadening are directly observed in the low 305 
temperature PL spectra, while buried in the inhomogeneously broadened spectrum of the bulk 306 
material or NC ensembles (larger by one order of magnitude). It is worth noting that the energies of 307 
LO1 and LO2 phonon sidebands are very stable with temperature (see Fig. 3c). This points to an 308 
absence of phonon softening effect, in contrast with observations on the inorganic perovskite 309 
CsPbCl3 

32. 310 
 Strikingly, the acoustic-phonon contribution, which should dominate at low temperature 311 
(below 30 K), is found negligible for all the studied NCs. We find an upper bound for ߪ୅ୡ of ~5 312 
µeV.K-1, a value which is more than one order of magnitude weaker than that estimated from 313 
measurements in bulk FAPbI3 

24,25 and comparable to that of inorganic perovskite NCs54,71. 314 
Therefore, the acoustic phonon contribution to the linewidth broadening at room temperature is 315 
negligible, the major one being that of intrinsic Fröhlich interaction between the exciton and LO 316 
phonon modes. The acoustic-phonon coupling coefficient can be theoretically estimated using the 317 
expression72,73: 318 ߪ୅ୡ = ெమ஽మ௞ాగℏయఘ௩౩    (1) 319 
where ܦ  is the deformation potential, ܯ  the electron and hole total mass, ݇୆  the Boltzmann 320 
constant, ߩ the mass density and ݒୱ  the sound velocity. Taking ܯ = 0.4 ݉ୣ , an average sound 321 



 

velocity ݒୱ= 1270 m.s-1, 38,74 ܦ = 5 eV,75 ߩ = 4.1 g.cm-3,68 we find ߪ୅ୡ = 0.4 µeV.K-1. Due to the 322 
lack of information in this perovskite, the exciton polaritonic effects are not taken into account in 323 
this simple estimation. They may lead to an enhancement of ߪ୅ୡ  by a factor of up to 5.73 324 
Nevertheless, from this estimation and our measurements, we infer that the larger ߪ୅ୡ  values 325 
measured in bulk FAPbI3 

24,25 are merely related to extrinsic effects rather than intrinsic electron-326 
phonon interactions.  327 
 328 
Evolution of the PL decay with temperature 329 
 In order to explore the exciton recombination dynamics and relaxation rates within the 330 
band-edge exciton fine structure, we investigated the temperature dependence of the PL decay of 331 
single FAPbI3 NCs. Fig. 4a shows a representative evolution of the PL decay of a NC with 332 
temperature. At T = 3.5 K, the PL decay exhibits a monoexponential behavior with a lifetime of 1.5 333 
ns. With a slight increase in temperature by a few Kelvin, a long decay component shows up in the 334 
50 ns range. With a further increase in temperature, the PL decay displays a clear biexponential 335 
character with a long decay component that gains weight and shortens with temperature, while the 336 
short component shortens and loses weight until it vanishes above 70 K. Moreover, under magnetic 337 
fields, the PL decay shows a shortening of its long-lived component with an increase of its weight 338 
(See Supplementary Figure 8). These characteristic behaviors are obvious signatures of thermal 339 
mixing and magnetic coupling between bright and dark fine structure sublevels, and are similar to 340 
that previously reported in CdSe NCs76-78. For FAPbI3 NCs, no spectroscopic study of the band-341 
edge exciton fine structure is reported. Nevertheless, this fine structure should be weakly 342 
influenced by the nature of the cation, and thus be similar to that of CsPbI3. It comprises a bright 343 
triplet, whose degeneracy may be lifted by crystal field depending on the crystal structure and a 344 
dark single state44,53. Fine-structure splitting measurements, based on PL spectra of single CsPbI3 345 
NCs, led to a statistical distribution with an average splitting of ~300 µeV and an upper value of 346 
~500 µeV 45. To unveil a dark state emission line via magnetic brightening, we recorded PL spectra 347 
of individual FAPbI3 NCs under external magnetic fields up to 7 T. We did not observe any 348 
emerging peak but a slight emission line broadening (Supplementary Figure 9). This suggests that 349 
the dark exciton level lies close to a bright level, with a bright-dark energy separation within a 350 
linewidth, i.e. in the range of few hundred µeV. 351 
 The temperature dependence of the PL decay can be reproduced with a simple model 352 
assuming a thermal mixing between two fine structure energy levels: one related to the dark state 353 



 

and the other to the bright triplet manifold. We thus use a three-level system comprising the zero-354 
exciton ground level |Gۧ and two excitonic levels |Dۧ and |Bۧ representing, respectively, the dark 355 
and the bright excitons, with recombination rates Γୈ (essentially non-radiative) and Γ୆  (mainly 356 
radiative). Thermal mixing of the excitonic states in NCs is commonly attributed to the emission 357 
and absorption of acoustic phonons from a mode whose energy matches the energy splitting 358 
between bright and dark excitons79. However, as shown in Supplementary Figure 10, the 359 
temperature dependence of single FAPbI3 NC PL decays cannot be reproduced by a one-phonon 360 
thermal mixing model. In fact, the temperature evolution of the long decay component (see Fig. 4d) 361 
is typical of an activation process with a characteristic temperature ~ 40 K, corresponding to a 362 
thermal energy of ~ 3.5meV. This value is higher than the energies of acoustic phonons in these 363 
materials39. A further argument to rule out a contribution of acoustic phonons to the thermal mixing 364 
between fine structure states separated by few hundreds of µeV comes from the occurrence of a so-365 
called “acoustic phonon bottleneck”: Since an acoustic wavelength cannot exceed the NC size, 366 
acoustic phonons with energies lower than 0.5 meV cannot develop in NCs with a size of ~10 nm, 367 
given the average sound velocity ݒୱ~ 1270 m.s-1 in FAPbI3.

38,74  368 
  Since the activation energy matches the LO1 phonon mode observed in the PL spectrum, 369 
we propose a two-phonon thermal mixing process involving the absorption and emission of LO1 370 
phonons (named LO1A and LO1B) whose energy difference matches the bright − dark splitting 371 
(see Fig. 4b). The transition rates between the sublevels are ߛ↑ = ଴ߛ ୐ܰ୓ଵ୆( ୐ܰ୓ଵ୅ + 1)  and 372 ߛ↓ = ଴ߛ ୐ܰ୓ଵ୅( ୐ܰ୓ଵ୆ + 1), where ୐ܰ୓ଵ୧ = 1 ሾexp(ܧ୐୓ଵ୧ ݇୆ܶ⁄ ) − 1ሿ⁄  are the Bose-Einstein phonon 373 
numbers (i = A, B), and ߛ଴ is a characteristic two-phonon mixing rate which is discussed in the 374 
Supplementary Note 1 on the basis of Ref.80 The decay rates Γୗ and Γ୐ of the short and the long 375 
time components are deduced from the solutions of rate equations for the excitonic states 376 
populations: 377 Γୗ,୐ = ଵଶ ൫Γ୆ + Γୈ + ↑ߛ + ↓ߛ ± ඥ(Γ୆ − Γୈ + ↓ߛ − ଶ(↑ߛ +  ൯   (2) 378↓ߛ↑ߛ4
 379 
 380 



 

 381 
Fig. 4: Evolution of the PL decay of a single FAPbI3 NC with temperature. (a) PL decays of 382 
the same FAPbI3 NC at various temperatures, under pulsed excitation at 488 nm with an average 383 
intensity of 30 W.cm-2. A log-log scale representation is displayed in Supplementary Figure 12. 384 
(b) The three-states model. |Gۧ is the zero-exciton state, |Dۧ and |Bۧ are the lowest dark and 385 
bright excitons with recombination rates Γୈ and Γ୆, respectively. D and B are thermally mixed 386 
with a two-LO-phonon process with rates ߛ↑ and ߛ↓ . (c) Temperature dependence of the fast 387 
decay rate Γୗ and (d) of the slow decay rate Γ୐. The plain curves are simulations with the two-388 
phonon thermal mixing model, taking Γ୆= 0.53 ns-1, Γୈ=0.015 ns-1, ߛ଴=0.16 ns-1, ܧ୐୓ଵ୅= 3.3 389 
meV, ܧ୐୓ଵ୆= 3.6 meV. (e) Temperature dependence of the fractions of emitted photons with fast 390 
and slow decay rates. The solid lines are derived from the three-level model with the same set of 391 
parameters. The error bars displayed in (c), (d) and (e) represent the fitting errors of the 392 
parameters deduced from (a). 393 

 394 
 Figures 4c-d show the evolution with temperature of Γୗ and Γ୐ for the NC displayed in Fig. 395 
4a. To reproduce the experimental temperature dependence of the short and the long decay 396 
components, as well as their relative weights, we chose two optical phonon energies within the 397 
LO1 sideband (centered around 3.5 meV). Their difference is explored between 200-500 µeV to 398 
match the dark-bright energy splitting. The determination of ΓD and ΓB is robust since these 399 
parameters are highly constrained by the values of the long and the short decay rates in the limits 400 
of low and high temperature regimes. Indeed, for ݇୆ܶ ≪ ୐୓ଵ୧ܧ  (i=A,B), we have Γୗ → Γ୆  and 401 Γ୐ → Γୈ  , while for  ݇୆ܶ ≫ ୐୓ଵ୧ܧ  (i=A,B), we have Γୗ → ଴ߛ2 (݇୆ܶ)ଶ ⁄(୐୓ଵ୆ܧ୐୓ଵ୅ܧ)  and 402 Γ୐ → (Γ୆ + Γୈ) 2⁄ . The parameter ߛ଴  is accurately adjusted to reproduce the evolutions with 403 
temperature of both Γୗ and Γ୐. In Fig. 4c-d, these evolutions are well reproduced by eq. 2, using 404 
the same set of parameters Γ୆= 0.53 ns-1, Γୈ=0.015 ns-1, ߛ଴=0.16 ns-1, ܧ୐୓ଵ୅= 3.3 meV, ܧ୐୓ଵ୆= 405 



 

3.6 meV. Furthermore, Fig. 4e shows that the relative weights in photon numbers of the short and 406 
the long decay components are also in accordance with these parameters, assuming almost equal 407 
initial populations of bright and dark states after the laser pulse excitation and purely radiative and 408 
non-radiative recombinations, respectively. Measurements and analysis performed on 5 different 409 
FAPbI3 NCs support our two-phonon thermal mixing model and lead to relaxation rates similar to 410 
those extracted from Fig. 4. It is worth noting that when we reverse the bright-dark level ordering 411 
in the model, the calculated temperature dependences of Γୗ(ܶ) and Γ୐(ܶ) remain very similar and 412 
reproduce as well the experimental data (see Supplementary Figure 11). This is due to the fact that 413 
the energy of the LO phonons involved in the thermalization of these levels is much larger than 414 
their splitting. Hence, no conclusion can be derived on the strength of the Rashba effect in these 415 
materials44,52-54,79, although a Rashba effect can be inferred from the non-centrosymmetry of the 416 
reported low-temperature phase of FAPbI3.

51,68 417 
 418 

Discussion 419 
These spectroscopic investigations on single FAPbI3 NCs demonstrate their suitability as 420 

efficient room-temperature near-infrared single photon sources for quantum communication 421 
applications. The low temperature PL spectra reveal a sharp emission line which undergoes 422 
spectral diffusion on a scale of a few meV, in stark contrast with the high spectral stability 423 
observed with CsPbBr3 NCs44,45,52-55. Theoretical models of electric field fluctuations induced by 424 
the electric charge distributions of the FA cations should be developed to investigate their 425 
potential role in dephasing and spectral diffusion processes. The application of an external 426 
magnetic field leads to a broadening of the emission line and suggests that this line comprises an 427 
unresolved band-edge exciton fine structure on a sub-meV spectral range. The low temperature 428 
PL spectra of these NCs also unveil three LO optical phonon modes red-shifted by ~3.5 meV, 429 
~11 meV and ~15 meV with respect to the ZPL. From the study of the temperature dependent PL 430 
spectra of single NCs, we deduce that the contribution of the exciton-acoustic phonon to the 431 
thermal line broadening is negligible since weaker than 5 µeV.K-1. We find that the main 432 
contribution is due to Fröhlich coupling to a polar optical phonon mode identified in the PL 433 
spectra. This result points to the weakness of the carrier-phonon interactions related to the 434 



 

deformation potential due to acoustic phonons in comparison with the Fröhlich coupling with 435 
polar optical phonons. These conclusions are further supported by our investigations of the 436 
exciton recombination dynamics and relaxation rates within the band-edge exciton fine structure 437 
in these NCs. From the temperature dependence of the PL decay, we indeed find that the thermal 438 
mixing activation energy is higher than acoustic phonon energies and coincides with the lower-439 
energy optical phonon mode whose energy is ~3.5 meV. The evolution of the PL decay with 440 
temperature can be reproduced with a two-LO-phonon thermal mixing model based on the 441 
absorption and the emission of optical phonons whose energy difference matches the expected 442 
sub-meV bright-dark splitting. The reduced thermal mixing at temperatures below 40 K may be 443 
interesting in the view of coherent spin manipulations. A more refined thermal mixing model 444 
should be developed to take into account all contributions of the various phonon modes and 445 
higher-order multi-phonon processes. Further studies will aim at identifying and reducing the 446 
low temperature dephasing and spectral diffusion processes in order to resolve the entire spectral 447 
fingerprint of the band-edge exciton fine structure of single NCs and reveal the bright-dark 448 
sublevel ordering. Overall, these spectroscopic findings will help to understand the carrier-449 
phonon interaction mechanisms in FAPbI3, such as the hot phonon bottleneck and the phonon 450 
glass character that affects the charge carrier transport in these perovskites. They are thus of 451 
prime importance to guide the development of next-generation devices for photovoltaics and for 452 
quantum technologies. 453 

 454 
 455 
Methods 456 
 457 

Preparation of formamidinium oleate stock solution 458 
Formamidinium acetate (3.765 mmol, 0.392 g, Aldrich, 99%) was loaded into a 50 mL three-neck 459 
flask along with octadecene (ODE, 18 mL) and oleic acid (12 mL, Sigma-Aldrich, 90%). The 460 
reaction mixture was degassed three times at room temperature, heated to 100 °C under nitrogen 461 
until the reaction was completed and cooled down to room temperature. The obtained solution was 462 
stored in a glovebox. 463 



 

 464 
Synthesis of FAPbI3 nanocrystals 465 
In a 25 mL three-necked flask, lead (II) iodide (61.1 mg, 0.133 mmol, Sigma-Aldrich) was 466 
suspended in ODE (4.6 mL), heated to 60 °C and then dried under vacuum for 30 min. 467 
Subsequently, the reaction mixture was heated to 110 °C under nitrogen, followed by the syringe 468 
addition of dried solvents - oleylamine (0.5 mL, STREM) and oleic acid (1.0 mL). Once the lead 469 
(II) iodide was dissolved, the reaction mixture was cooled to 80 ◦C. At this point, the mixture of 470 
formamidinium oleate stock solution (5.0 mL) and ODE (1.0 mL) was injected into the reaction 471 
flask. After another 15 s, the reaction mixture was cooled by a water-ice bath. 472 
 473 
Isolation and purification of nanocrystals 474 
The crude solution was centrifuged at 12.1 krpm for 5 min (Centrifuge: Eppendorf 5804) and the 475 
supernatant was discarded. The precipitate was dissolved in hexane (0.3 mL) and the solution was 476 
centrifuged again (12.1 krpm, 5 min). The super-natant, containing monodisperse nanocrystals, was 477 
retained for the subsequent purification, while the precipitated NCs were discarded. In order to 478 
remove the excess of the organic ligands hexane (0.9 mL), toluene (0.6 mL) and methyl acetate 479 
(1.95 mL) were added to the colloidal solution of nanocrystals and the resulting solution was 480 
centrifuged at 13.4 rpm for 3 min. The supernatant was discarded and the precipitate was dissolved 481 
in toluene (1 mL), yielding concentration of ca. 10-15 mg/mL. This solution was additionally 482 
filtered through a 0.45 µm PTFE-filter prior to optical measurements. 483 
 484 
Sample characterization 485 
Ensemble UV-VIS absorption spectra were collected using a Jasco V770 spectrometer operated in 486 
transmission mode. Fluoromax iHR 320 Horiba Jobin Yvon spectrofluorimeter equipped with a 487 
photomultiplier was used to acquire steady-state PL spectra from solution. The excitation 488 
wavelength was 400 nm, provided by a 450 W Xenon lamp dispersed with a monochromator. 489 
Measured intensities were corrected to take into account the spectral response of the detector. 490 
Transmission electron microscopy images were collected using a JEOL JEM-2200FS microscope 491 
operated at 200 kV. Powder X-ray diffraction patterns were collected with a STOE STADI P 492 
powder diffractometer, operating in transmission mode. A germanium monochromator, Cu Kα1 493 



 

irradiation and a silicon strip detector (Dectris Mythen) were used. 494 
 495 
Single nanocrystal spectroscopy 496 
The nanocrystals in toluene were kept under N2 atmosphere for further analysis. For single NC 497 
measurements, a dilute solution of FAPbI3 NCs was mixed with a 1 wt% PMMA solution and spin-498 
coated onto clean glass or sapphire coverslips with a rotation speed of 2000 rpm. Single nanocrystal 499 
measurements at room temperature were conducted using a customized confocal scanning 500 
fluorescence microscope. It is based on a commercial microscope (Nikon Eclipse Ti) and a 1.45 501 
numerical aperture oil-immersion objective. The emitted photon stream is filtered by a long-pass 502 
filter (593 nm blocking edge), then split by a 50/50 beam splitter and sent to two avalanche 503 
photodiodes. For wide-field imaging, an additional lens is used to focus the excitation beam on the 504 
back focal plane of the objective and the emitted photons are sent to a CCD camera (Princeton 505 
Instruments, ProEM 512). For the low temperature measurements, a home-built scanning confocal 506 
microscope based on a 0.95 numerical aperture objective is placed in a cryostat and used to image 507 
single nanocrystals by raster scanning the sample. The nanocrystals are excited at 488 nm or 727 508 
nm with a laser passed through a clean-up filter. The emitted photons are filtered by a long-pass 509 
filter (776 nm blocking edge) and sent to a single-photon counting avalanche photodiode and a 510 
spectrograph. PL decays are recorded with a conventional time correlated single-photon-counting 511 
setup using a pulsed laser source (optical parametric oscillator at 488 nm, 200 fs pulse width, with a 512 
repetition rate reduced to 8 MHz with a pulse-picker). 513 
 514 
Data availability 515 
All relevant data that support our experimental findings are available from the corresponding author 516 
upon reasonable request. 517 
  518 



 

References 519 
 520 
 521 
1. Correa-Baena, J.-P. et al. Promises and challenges of perovskite solar cells. Science 358, 522 

739–744 (2017). 523 
2. Kojima, A., Teshima, K., Shirai, Y. & Miyasaka, T. Organometal Halide Perovskites as 524 

Visible-Light Sensitizers for Photovoltaic Cells. J. Am. Chem. Soc. 131, 6050–6051 (2009). 525 
3. McMeekin, D. P. et al. A mixed-cation lead mixed-halide perovskite absorber for tandem 526 

solar cells. Science 351, 151–155 (2016). 527 
4. Saliba, M. et al. Incorporation of rubidium cations into perovskite solar cells improves 528 

photovoltaic performance. Science 354, 206–209 (2016). 529 
5. Tan, H. et al. Efficient and stable solution-processed planar perovskite solar cells via contact 530 

passivation. Science 355, 722–726 (2017). 531 
6. Tan, Z.-K. et al. Bright light-emitting diodes based on organometal halide perovskite. 532 

Nature Nanotechnology 9, 687–692 (2014). 533 
7. Yuan, M. et al. Perovskite energy funnels for efficient light-emitting diodes. Nature 534 

Nanotechnology 11, 872–877 (2016). 535 
8. Zhang, X. et al. Enhancing the Brightness of Cesium Lead Halide Perovskite Nanocrystal 536 

Based Green Light-Emitting Devices through the Interface Engineering with Perfluorinated 537 
Ionomer. Nano Lett. 16, 1415–1420 (2016). 538 

9. Yuan, Z. et al. One-dimensional organic lead halide perovskites with efficient bluish white-539 
light emission. Nature Communications 8, 14051 (2017). 540 

10. Schmidt, L. C. et al. Nontemplate Synthesis of CH3NH3PbBr3 Perovskite Nanoparticles. J. 541 
Am. Chem. Soc. 136, 850–853 (2014). 542 

11. Protesescu, L. et al. Nanocrystals of Cesium Lead Halide Perovskites (CsPbX3, X = Cl, Br, 543 
and I): Novel Optoelectronic Materials Showing Bright Emission with Wide Color Gamut. 544 
Nano Lett. 15, 3692–3696 (2015). 545 

12. Protesescu, L. et al. Monodisperse Formamidinium Lead Bromide Nanocrystals with Bright 546 
and Stable Green Photoluminescence. J. Am. Chem. Soc. 138, 14202–14205 (2016). 547 

13. Huang, H. et al. Colloidal lead halide perovskite nanocrystals: synthesis, optical properties 548 
and applications. NPG Asia Materials 8, e328 (2016). 549 

14. Tong, Y. et al. Highly Luminescent Cesium Lead Halide Perovskite Nanocrystals with 550 
Tunable Composition and Thickness by Ultrasonication. Angew. Chem. Int. Ed. 55, 13887–551 
13892 (2016). 552 

15. Huang, H. et al. Growth mechanism of strongly emitting CH3NH3PbBr3 perovskite 553 
nanocrystals with a tunable bandgap. Nature Communications 8, 996 (2017). 554 

16. Kovalenko, M. V., Protesescu, L. & Bodnarchuk, M. I. Properties and potential 555 
optoelectronic applications of lead halide perovskite nanocrystals. Science 358, 745–750 556 
(2017). 557 

17. Park, Y.-S., Guo, S., Makarov, N. S. & Klimov, V. I. Room Temperature Single-Photon 558 
Emission from Individual Perovskite Quantum Dots. ACS Nano 9, 10386–10393 (2015). 559 

18. Hu, F. et al. Superior Optical Properties of Perovskite Nanocrystals as Single Photon 560 
Emitters. ACS Nano 9, 12410–12416 (2015). 561 

19. Rainò, G. et al. Single Cesium Lead Halide Perovskite Nanocrystals at Low Temperature: 562 
Fast Single-Photon Emission, Reduced Blinking, and Exciton Fine Structure. ACS Nano 10, 563 
2485–2490 (2016). 564 

20. Yarita, N. et al. Impact of Postsynthetic Surface Modification on Photoluminescence 565 
Intermittency in Formamidinium Lead Bromide Perovskite Nanocrystals. J. Phys. Chem. 566 



 

Lett. 8, 6041–6047 (2017). 567 
21. Protesescu, L. et al. Dismantling the ‘Red Wall’ of Colloidal Perovskites: Highly 568 

Luminescent Formamidinium and Formamidinium–Cesium Lead Iodide Nanocrystals. ACS 569 
Nano 11, 3119–3134 (2017). 570 

22. Lounis, B. & Orrit, M. Single-photon sources. Rep. Prog. Phys. 68, 1129–1179 (2005). 571 
23. Yu, P. Y. & Cardona, M. Fundamentals of Semiconductors. Physics and Materials 572 

Properties. Graduate Texts in Physics, Springer (2010). 573 
24. Fang, H.-H. et al. Photoexcitation dynamics in solution-processed formamidinium lead 574 

iodide perovskite thin films for solar cell applications. Light: Science & Applications 5, 575 
e16056 (2015). 576 

25. Wright, A. D. et al. Electron–phonon coupling in hybrid lead halide perovskites. Nature 577 
Communications 7, 1–9 (2016). 578 

26. Fang, H.-H. et al. Exciton Recombination in Formamidinium Lead Triiodide: Nanocrystals 579 
versus Thin Films. Small 13, 1700673 (2017). 580 

27. Even, J., Pedesseau, L., Jancu, J.-M. & Katan, C. Importance of Spin–Orbit Coupling in 581 
Hybrid Organic/Inorganic Perovskites for Photovoltaic Applications. J. Phys. Chem. Lett. 4, 582 
2999–3005 (2013). 583 

28. Even, J. et al. Carrier scattering processes and low energy phonon spectroscopy in hybrid 584 
perovskites crystals. in 9743, 97430M–3 (SPIE, 2016). 585 

29. Nie, W. et al. Light-activated photocurrent degradation and self-healing in perovskite solar 586 
cells. Nature Communications 7, 11574 (2016). 587 

30. Miyata, K. et al. Large polarons in lead halide perovskites. Sci. Adv. 3, e1701217 (2017). 588 
31. Even, J. Pedestrian Guide to Symmetry Properties of the Reference Cubic Structure of 3D 589 

All-Inorganic and Hybrid Perovskites. J. Phys. Chem. Lett. 6, 2238–2242 (2015). 590 
32. Carabatos-Nédelec, C., Oussaïd, M. & Nitsch, K. Raman scattering investigation of cesium 591 

plumbochloride, CsPbCl3, phase transitions. Journal of Raman Spectroscopy 34, 388–393 592 
(2003). 593 

33. Sendner, M. et al. Optical phonons in methylammonium lead halide perovskites and 594 
implications for charge transport. Materials Horizons 3, 613–620 (2016). 595 

34. Guzelturk, B. et al. Terahertz Emission from Hybrid Perovskites Driven by Ultrafast Charge 596 
Separation and Strong Electron-Phonon Coupling. Adv Mater Supp Info 30, 1704737 (2018). 597 

35. Han, Q. et al. Single Crystal Formamidinium Lead Iodide (FAPbI3): Insight into the 598 
Structural, Optical, and Electrical Properties. Adv. Mater. 28, 2253–2258 (2016). 599 

36. Steele, J. A. et al. Direct Laser Writing of δ- to α-Phase Transformation in Formamidinium 600 
Lead Iodide. ACS Nano 11, 8072–8083 (2017). 601 

37. Fujii, Y., Hoshino, S., Yamada, Y. & G, S. Neutron-scattering study on phase transitions of 602 
CsPbCl3. Phys. Rev. B 9, 4549–4559 (1974). 603 

38. Ferreira, A. C. et al. Elastic softness of hybrid lead halide perovskites. Preprint at 604 
https://arxiv.org/abs/1801.08701 (2018). 605 

39. Yang, J. et al. Acoustic-optical phonon up-conversion and hot-phonon bottleneck in lead-606 
halide perovskites. Nature Communications 8, 14120 (2017). 607 

40. Miyata, K., Atallah, T. L. & Zhu, X.-Y. Lead halide perovskites: Crystal-liquid duality, 608 
phonon glass electron crystals, and large polaron formation. Sci. Adv. 3, e1701469 (2017). 609 

41. Galkowski, K. et al. Determination of the exciton binding energy and effective masses for 610 
methylammonium and formamidinium lead tri-halide perovskite semiconductors. Energy & 611 
Environmental Science 9, 962–970 (2016). 612 

42. Brokmann, X., Coolen, L., Dahan, M. & Hermier, J. P. Measurement of the Radiative and 613 
Nonradiative Decay Rates of Single CdSe Nanocrystals through a Controlled Modification 614 



 

of their Spontaneous Emission. Phys. Rev. Lett. 93, 107403 (2004). 615 
43. Klimov, V. I., Mikhailovsky, A. A., McBranch, D. W., Leatherdale, C. A. & Bawendi, M. 616 

G. Quantization of Multiparticle Auger Rates in Semiconductor Quantum Dots. Science 287, 617 
1011–1013 (2000). 618 

44. Fu, M. et al. Neutral and Charged Exciton Fine Structure in Single Lead Halide Perovskite 619 
Nanocrystals Revealed by Magneto-optical Spectroscopy. Nano Lett. 17, 2895–2901 (2017). 620 

45. Yin, C. et al. Bright-Exciton Fine-Structure Splittings in Single Perovskite Nanocrystals. 621 
Phys. Rev. Lett. 119, 026401 (2017). 622 

46. Chen, T. et al. Origin of long lifetime of band-edge charge carriers in organic–inorganic lead 623 
iodide perovskites. Proc Natl Acad Sci USA 114, 7519–7524 (2017). 624 

47. Taylor, V. C. A. et al. Investigating the Role of the Organic Cation in Formamidinium Lead 625 
Iodide Perovskite Using Ultrafast Spectroscopy. J. Phys. Chem. Lett. 9, 895–901 (2018). 626 

48. Frost, J. M. et al. Atomistic Origins of High-Performance in Hybrid Halide Perovskite Solar 627 
Cells. Nano Lett. 14, 2584–2590 (2014). 628 

49. Quarti, C., Mosconi, E. & De Angelis, F. Structural and electronic properties of organo-629 
halide hybrid perovskites from ab initio molecular dynamics. Physical Chemistry Chemical 630 
Physics 17, 9394–9409 (2015). 631 

50. Liu, S. et al. Ferroelectric Domain Wall Induced Band Gap Reduction and Charge 632 
Separation in Organometal Halide Perovskites. J. Phys. Chem. Lett. 6, 693–699 (2015). 633 

51. Weber, O. J. et al. Phase Behavior and Polymorphism of Formamidinium Lead Iodide. 634 
Chemistry of Materials 30, 3768–3778 (2018). 635 

52. Isarov, M. et al. Rashba Effect in a Single Colloidal CsPbBr3 Perovskite Nanocrystal 636 
Detected by Magneto-Optical Measurements. Nano Lett. 17, 5020–5026 (2017). 637 

53. Becker, M. A. et al. Bright triplet excitons in caesium lead halide perovskites. Nature 553, 638 
189–193 (2018). 639 

54. Ramade, J. et al. Exciton-phonon coupling in a CsPbBr3 single nanocrystal. Appl. Phys. Lett. 640 
112, 072104 (2018). 641 

55. Ramade, J. et al. Fine structure of excitons and electron–hole exchange energy in 642 
polymorphic CsPbBr3 single nanocrystals. Nanoscale 10, 6393–6401 (2018). 643 

56. Fernée, M. J. et al. Acoustic Phonon Contributions to the Emission Spectrum of Single CdSe 644 
Nanocrystals. J. Phys. Chem. C 112, 1878–1884 (2008). 645 

57. Pérez-Osorio, M. A. et al. Vibrational Properties of the Organic–Inorganic Halide Perovskite 646 
CH3NH3PbI3 from Theory and Experiment: Factor Group Analysis, First-Principles 647 
Calculations, and Low-Temperature Infrared Spectra. J. Phys. Chem. C 119, 25703–25718 648 
(2015). 649 

58. Wu, X. et al. Light-induced picosecond rotational disordering of the inorganic sublattice in 650 
hybrid perovskites. Sci. Adv. 3, e1602388 (2017). 651 

59. Stamplecoskie, K. G., Manser, J. S. & Kamat, P. V. Dual nature of the excited state in 652 
organic–inorganic lead halide perovskites. Energy & Environmental Science 8, 208–215 653 
(2014). 654 

60. Varshni, Y. P. Temperature dependence of the energy gap in semiconductors. Physica 34, 655 
149–154 (1967). 656 

61. Pässler, R. Basic Model Relations for Temperature Dependencies of Fundamental Energy 657 
Gaps in Semiconductors. Phys. Status Solidi B 200, 155–172 (1997). 658 

62. Lautenschlager, P., Garriga, M., Logothetidis, S. & Cardona, M. Interband critical points of 659 
GaAs and their temperature dependence. Phys. Rev. B 35, 9174–9189 (1987). 660 

63. Dar, M. I. et al. Origin of unusual bandgap shift and dual emission in organic-inorganic lead 661 
halide perovskites. Sci. Adv. 2, e1601156 (2016). 662 



 

64. Milot, R. L., Eperon, G. E., Snaith, H. J., Johnston, M. B. & Herz, L. M. Temperature-663 
Dependent Charge-Carrier Dynamics in CH3NH3PbI3 Perovskite Thin Films. Adv. Funct. 664 
Mater. 25, 6218–6227 (2015). 665 

65. Wu, K. et al. Temperature-dependent excitonic photoluminescence of hybrid organometal 666 
halide perovskite films. Physical Chemistry Chemical Physics 16, 22476–22481 (2014). 667 

66. Fang, H.-H. et al. Photophysics of Organic-Inorganic Hybrid Lead Iodide Perovskite Single 668 
Crystals. Adv. Funct. Mater. 25, 2378–2385 (2015). 669 

67. Guo, P. et al. Polar Fluctuations in Metal Halide Perovskites Uncovered by Acoustic Phonon 670 
Anomalies. ACS Energy Lett. 2, 2463–2469 (2017). 671 

68. Stoumpos, C. C., Malliakas, C. D. & Kanatzidis, M. G. Semiconducting Tin and Lead Iodide 672 
Perovskites with Organic Cations: Phase Transitions, High Mobilities, and Near-Infrared 673 
Photoluminescent Properties. Inorg. Chem. 52, 9019–9038 (2013). 674 

69. Morello, G. et al. Temperature and Size Dependence of Nonradiative Relaxation and 675 
Exciton−Phonon Coupling in Colloidal CdTe Quantum Dots. J. Phys. Chem. C 111, 5846–676 
5849 (2007). 677 

70. Gauthron, K. et al. Optical spectroscopy of two-dimensional layered (C6H5C2H4-NH3)2-PbI4 678 
perovskite. Optics Express 18, 5913–5919 (2010). 679 

71. Shinde, A., Gahlaut, R. & Mahamuni, S. Low-Temperature Photoluminescence Studies of 680 
CsPbBr3 Quantum Dots. J. Phys. Chem. C 121, 14872–14878 (2017). 681 

72. Toyozawa, Y. Theory of Line-Shapes of the Exciton Absorption Bands. Prog. Theor. Phys. 682 
20, 53–81 (1958). 683 

73. Rudin, S., Reinecke, T. L. & Segall, B. Temperature-dependent exciton linewidths in 684 
semiconductors. Phys. Rev. B 42, 11218–11231 (1990). 685 

74. Lawaetz, P. Long-Wavelength Phonon Scattering in Nonpolar Semiconductors. Physical 686 
Review 183, 730–739 (1968). 687 

75. Mante, P.-A., Stoumpos, C. C., Kanatzidis, M. G. & Yartsev, A. Electron–acoustic phonon 688 
coupling in single crystal CH3NH3PbI3 perovskites revealed by coherent acoustic phonons. 689 
Nature Communications 8, 14398 (2017). 690 

76. Labeau, O., Tamarat, P. & Lounis, B. Temperature Dependence of the Luminescence 691 
Lifetime of Single CdSe/ZnS Quantum Dots. Phys. Rev. Lett. 90, 354 (2003). 692 

77. Biadala, L., Louyer, Y., Tamarat, P. & Lounis, B. Direct Observation of the Two Lowest 693 
Exciton Zero-Phonon Lines in Single CdSe/ZnS Nanocrystals. Phys. Rev. Lett. 103, 037404 694 
(2009). 695 

78. Biadala, L., Louyer, Y., Tamarat, P. & Lounis, B. Band-Edge Exciton Fine Structure of 696 
Single CdSe/ZnS Nanocrystals in External Magnetic Fields. Phys. Rev. Lett. 105, 157402 697 
(2010). 698 

79. Chen, L. et al. Composition-Dependent Energy Splitting between Bright and Dark Excitons 699 
in Lead Halide Perovskite Nanocrystals. Nano Lett. 18, 2074–2080 (2018). 700 

80. Tsitsishvili, E., Baltz, R. V. & Kalt, H. Temperature dependence of polarization relaxation in 701 
semiconductor quantum dots. Phys. Rev. B 66, 87 (2002). 702 

 703 
 704 
  705 



 

Acknowledgement 706 
We acknowledge the financial support from the French National Agency for Research, 707 

Région Aquitaine, Idex Bordeaux (LAPHIA Program), the French Ministry of Education and 708 
Research and the Institut universitaire de France. M.I.B. acknowledges financial support from 709 
the Swiss National Science Foundation (SNF Ambizione grant, Grant No. PZENP2_154287). 710 
M.V.K. acknowledges financial support from the European Research Council under the 711 
European Union's Seventh Framework Program (ERC Starting Grant NANOSOLID, Grant 712 
Agreement No. 306733). M.I.B. and M.V.K. are grateful to Empa Electron Microscopy Center 713 
for access to the instruments and for technical assistance. 714 

 715 
 716 
Author information 717 
 718 
Contributions 719 
 720 
M.B. and M.V.K. prepared the samples and performed their ensemble characterization. M.F. & 721 
P.T. performed the optical experiments. B.L., P.T. and J.E. interpreted the data which were 722 
analyzed by M.F., J.-B.T, P.T. and B.L.. B.L. and P.T. developed the two-phonon-723 
process  thermalization model. P.T., J.E. and B.L. wrote the manuscript with input from all authors. 724 
B.L. supervised the project. 725 
 726 
Competing interests 727 
 728 
The authors declare no competing interests. 729 
 730 
Corresponding author 731 
 732 
Correspondence to Brahim Lounis 733 
Email: brahim.lounis@u-bordeaux.fr 734 
 735 



In
te

ns
ity

  
10 20 30 40 50 60

ba

50 nm5 nm

c

Pb2+FA+ I-

X (μm)

Y 
(μ

m
)

e f

c

d  kcps

Time (s)

In
te

ns
ity

 

g

Time delay (ns)

C
oi

nc
id

en
ce

-100 0 100
0

50

100

150

200

 

 
kcps

2θ (°)

0 5 10 15
0

5

10

15

1.5 2.0 2.5

Ab
so

rb
an

ce
 

 

 

Energy (eV)

PL

1.5 1.6 1.7 1.8
Energy (eV)



Energy (eV) Energy (eV)

In
te

ns
ity

Ti
m

e 
(s

)

λexc. = 727 nm λexc. = 488 nm

a c

b d

0

20

ZPL

LO1LO2

LO3

ZPL

LO1

LO2

LO3

1.53 1.53 1.541.54   

e

 

Nu
m

be
r o

f N
Cs

Energy (meV)
0 5 10 15

0

6

12

18
LO1 LO3LO2



FW
H

M
 (m

eV
)

Temperature (K)

c

LO1

LO2

ba

LO1
LO2

0 20 40 60
0

6

12

   
En

er
gy

 (m
eV

)

Temperature (K)

 150 K

 100 K

 

86 K

 

71 K

  

55 K

 
 

39 K

 

30 K

  

19 K

  

8.5 K

1.54 1.56 1.58

  

3.5 K

In
te

ns
ity

 

Energy (eV)

0 50 100 150
0

10

20

 



a

Γ L (
ns

-1
)

Γ S (
ns

-1
)

Temperature (K)

c

d

b

e

 

Fr
ac

tio
n 

of
 e

m
itt

ed
 p

ho
to

ns

Temperature (K)

0

1

2

 

 

0 50 100
0

0.1

0.2

 

0 50 100
0

0.5

1.0

 

 Short
 Long

ΓB ΓD

LO1B LO1Aγ γ

 

B
D

G

  85 K

 70 K

 50 K

 40 K

 30 K

 20 K

 8.5 K

0 50 100

 3.5 K

In
te

ns
ity

Time delay (ns)


	Article File
	Figure 1
	Figure 2
	Figure 3
	Figure 4

