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Abstract: Black phosphorus (BP) has attracted great attention due to its layer-tuned direct bandgap,
in-plane anisotropic properties, and novel optoelectronic applications. In this work, the anisotropic
characteristics of BP crystal in terms of the Raman tensor and birefringence are studied by investi-
gating polarization dependence in both the generation and detection of Ag mode coherent phonons.
While the generated coherent phonons exhibit the typical linear dichroism of BP crystal, the detec-
tion process is found here to be influenced by anisotropic multiple thin film interference, showing
wavelength and sample thickness sensitive behaviors. We additionally find that the Ag

1 and Ag
2

optical phonons decay into lower frequency acoustic phonons through the temperature-dependent
anharmonic process.

Keywords: black phosphorus; optical anisotropy; coherent Ag phonons

1. Introduction

Since the demonstration of its in-plane anisotropy in 2014, black phosphorus (BP) is
gaining great attention for its unique physical properties and potential applications [1–7].
The anisotropic (orientation sensitive) characteristics of the electronic, optoelectronic,
thermal, and mechanical properties of BP have motivated extensive research activities,
leading to the development of chiral-selective novel devices such as polarization sensitive
photodetectors and neuromorphic synapse applications [8–11]. Moreover, BP layers exhibit
a layer number dependent systematic tuning of the direct energy gap, from 2.2 eV for
monolayer to 0.3 eV for bulk BP [12], which is useful in optoelectronic device applications.

The large in-plane anisotropy of various BP properties is attributed to its puckered
crystal structure, consisting of two layers of group V phosphorous atoms. In the optical
response, the absorption coefficient and the refractive index are strongly dependent on
the crystal direction of BP [13,14]. Anisotropies in the electrical transport and thermal
conductivity of BP have also been demonstrated [1,15–17]. Additionally, the anisotropic
electron–phonon interaction in BP leads to strongly polarization-dependent Raman scat-
tering behaviors [18–25], where sensitive changes by layer thickness were explained by
the interference effect of either the incident or the scattered light [18]. Recently, Raman
scattering with an orthogonal polarization configuration and the B2g Raman mode under a
nonanalyzer configuration were demonstrated to be useful in identifying the crystalline
orientation of BP [26,27].

While inelastic light scattering in the frequency domain is measured via Raman scatter-
ing, electron–phonon interactions can be investigated in the time domain by generating and
detecting coherent phonons (CPs) with ultrashort optical pulses [28–32]. Upon electronic
perturbation by an ultrashort pulse, the lattice is driven to macroscopic motions, thereby
generating CPs of specific modes. If optical properties are modulated by lattice vibrations,
the lattice motion can be visualized by measuring the transmittance or reflectance in the
time domain. In studying CPs with such a pump-probe method, in addition to adjusting
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the pump polarization in the generation process, the probe polarization can also be ad-
justed in the detection process. Furthermore, we note that the CP signals, by visualizing
the crystal vibration in the time domain, reveal the dynamics and phase information of the
lattice motion.

In this paper, by performing time-resolved pump-probe experiments with ultrashort
pulses, we report on the anisotropic generation and detection of coherent Ag

1 and Ag
2

phonons in multilayer BP crystal. The polarization dependence of the coherent Ag phonon
generation, being maximum at the armchair (AC) polarization, follows the same anisotropic
behavior as from the linear dichroism of BP. On the other hand, a rather complicated probe
polarization dependence, varying with sample thickness and laser wavelength, is found to
originate from interference in the CP signal from multiple reflections at the front and back
interfaces of the BP. In addition, we use the anharmonic phonon decay model to explain
the temperature-dependent decay rate and frequency shift of the Ag phonons.

2. Materials and Methods

We mechanically exfoliated multilayer BP flakes using the so-called scotch tape
method [2,3] from a bulk BP manufactured by HQ Graphene. When an adhesive tape
is attached to and then removed from a bulk BP crystal, BP flakes are randomly sepa-
rated and stick to the tape. After repeated peelings, we attached and detached the tape
containing numerous flakes onto a fused silica window. A large number of BP flakes of
varying thickness and size were eventually produced on the fused silica substrate. Through
optical microscope inspection, we selected several clean and large-area BP flakes for further
studies. In order to confirm the thickness of each flake, we measured the surface topology
with contact mode scanning of an atomic force microscope (AFM) (model XE-120, Park
Systems). Figure 1a shows an optical image of one of the BP flakes (sample A) in this study,
which was obtained with a total magnification of ×1000 using a microscope system (model
MX61, Olympus). The bottom area within the flake had a thickness of about 5.8 nm, and
we performed pump-probe experiments on the spot marked by a red circle in Figure 1a.
As shown in Figure 1b, the crystal structure of BP has two principal axes, of which the AC
axis is along the puckered direction and the zigzag (ZZ) axis is perpendicular to it. BP is
known for having strong linear dichroism, where light absorption along the AC direction
is considerably larger than that along the ZZ direction. Due to the anisotropic absorption
coefficient, the crystal axis can be easily determined from the polarized transmittance.
Polarization-resolved transmission at a wavelength of 780 nm was performing by rotating
a linearly polarized light with a half-wave plate. The result in Figure 1c exhibits a periodic
transmission modulation with a period of 180, enabling us to clarify the crystal orienta-
tion of the AC and ZZ axis to be along the polarization of the minimum and maximum
transmittance, respectively.

In order to study the dynamics of lattice vibrations in BP, we performed time-resolved
pump-probe experiments using ultrashort optical pulses from a Ti: sapphire laser with a
repetition rate of 80 MHz and a pulse duration of about 50 fs. A beam splitter was used
to divide the pulses into a pump beam of 4 mW and a weaker probe beam. In order to
adjust the pump or probe polarization independently, we placed a combination of a linear
polarizer and a half-wave plate in the path of each beam. When the pump pulse excites
the BP crystal, electron and hole carriers are instantaneously created at the conduction and
valence bands, and an abrupt change can be induced in the equilibrium coordinate of the
lattice. The crystal lattice moves accordingly, leading to macroscopic oscillatory motions
or CP oscillations of some specific modes. This CP generation mechanism available in
opaque media is known as DECP (displacive excitation of CP) [33]. Because a distorted
lattice influences the optical properties of the material, CP oscillation can be visualized by
acquiring the time-resolved optical transmittance of the probe pulse through the sample
under study.
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Figure 1. (a) Optical microscope image and AFM profile of the 5.8 nm thick BP flake. The area
at which pump-probe measurements were performed is marked with a red circle. (b) Schematic
diagram of the crystal structure of multilayer BP. (c) Polarization-resolved transmission showing the
linear dichroism of BP. The solid line is a fitting with the A + B × cos2(θ) function.

To implement the time delay between the pump and probe optical pulses, we placed
a retroreflector mirror for the pump pulse on top of a mechanical shaker moving at a
repetition rate of 13 Hz. A × 20 objective lens was used to focus the pump and probe
pulses into an overlapped spot of ≈ 4 µm diameter on the BP flake. In order to study the
in-plane anisotropy of BP, we measured the transient transmittance (TT) as a function of
time delay with rotations of both pump and probe polarizations. By accumulating TT
signals repeatedly, we could reduce the noise and obtain high-quality signals sufficient to
visualize the lattice vibrations in multilayer BP flakes.

3. Results and Discussion

With the pump-probe method, BP crystal can be investigated in both the excitation
and detection processes, as related to pump and probe polarization, respectively. First,
we discuss the pump polarization dependence of sample A obtained at a wavelength
of 780 nm. Figure 2a shows photoinduced TT changes at different pump polarizations
with the probe polarization fixed along the AC axis. Because the excited carrier density
varies according to the linear dichroism of BP, the TT signal is strongest when the pump
polarization is along the AC axis. Here, we do not pay much attention to the shape of the
TT evolution as a function of time delay, but just note that the shape is almost the same for
all pump polarizations.
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When a material is excited by an optical pulse with a duration shorter than a particular
phonon period, CP oscillation can be generated. We find that the TT signal in Figure 2a
accompanying the high-frequency modulations originates from CP oscillations. The red
line in Figure 2b, obtained by subtracting the slowly varying parts from the TT signal,
reveals CP oscillations clearly. Here, the time-domain beating is a signature of multiple
phonon modes. The Fourier transformation (FT) spectrum in Figure 2c indicates that the
CP signal consists of two dominant frequencies, 10.72 and 13.88 THz, which correspond
to the Ag

1 and Ag
2 symmetry optical phonons of orthorhombic BP crystal [18–21,26,27].

As shown in Figure 2c, the phosphorous atoms move largely in the out-of-plane (in-plane)
direction within the Ag

1 (Ag
2) mode. We need to mention that the B2g mode is as strong

as the Ag
1 or Ag

2 mode in Raman scattering spectroscopy [19], but it is not observed in
the CP signal here possibly because of the distinct crystal symmetry of BP that leads to
negligible diagonal components in the Raman tensor [34]. As indicated by the black arrows
in Figure 2b, we also notice a low-frequency signal with a period of about 1.7 ps, which
possibly originates from the inter-layer lattice vibration of multilayer BP crystals [35,36].

Figure 2d shows the Ag
1 and Ag

2 mode CP amplitudes as functions of the pump
polarization. The change in periodic amplitude with pump polarization for both modes
is consistent with the linear dichroism in Figure 1c and the anisotropic TT strength in
Figure 2a, which confirms that the impulse generating CP oscillation is proportional to the
photoexcited carrier density.
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Next, we discuss the probe polarization dependence of sample A at the same wave-
length of 780 nm. Figure 3a shows time-resolved TT signals at different probe polarizations,
with the pump polarization fixed along the AC axis. It was shown in Figure 2a that the
temporal evolution of the TT moderately changes its shape under pump polarization
variation. However, in the probe polarization dependence in Figure 3a, the difference in TT
shape by probe polarization is more pronounced at small time delays, less than 2 ps. The
CP oscillations in Figure 3b exhibit a strong probe polarization dependent temporal shape
change as well: while the simple sinusoidal signal for the ZZ polarization, presumably
from a single oscillator, decays monotonically, time-domain beating is prominent for the
AC polarization. Figure 3c shows the amplitudes of the Ag

1 and Ag
2 modes as functions of

the probe polarization. We note that the probe polarization dependence is not the same for
the two Ag modes, with the Ag

2 mode changing more drastically with probe polarization.
Because the pump pulse plays a role only in the generation process, the probe polarization
dependence must be explained within the detection process.
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1 and Ag
2 mode CP
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Macroscopic lattice distortions by CPs can modulate the optical constants of the ma-
terial. For a lattice distortion of a phonon mode m, Qm(t), the induced time-dependent
optical susceptibility modulation, can be described as xi(t) = xi0 + (∂xi)/(∂Qm) × Qm(t),
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where xi0 is the susceptibility without distortion and i is the polarization. In the case
of the Ag phonons in this study, we can use the reduced Raman tensor (∂xi)/(∂Qm) in-
stead of the more general Raman tensor because the off-diagonal components are zero in
the Raman tensor [18]. The transmission will then be modulated following the relation
∆Ti = (∂Ti)/(∂xi) × (∂xi)/(∂Qm) × Qm(t). To understand the probe polarization depen-
dence, we need to consider both terms (∂Ti)/(∂xi) and (∂xi)/(∂Qm), where the former term
accounts for the transmission modulation due to the susceptibility change. The distinct be-
havior of the probe polarization dependence between the Ag

1 and Ag
2 modes in Figure 3c

demonstrates that the polarization dependence of the (∂xi)/(∂Qm) term is not the same
for the two phonon modes. We note that this observation is consistent with the reported
different Raman tensor coefficients of the two Ag phonons [18,21].

In order to gain further insight into the anisotropic behaviors in the detection process,
we explored the probe polarization dependence at other laser wavelengths and BP flake
thicknesses. In Figure 4a,b, we show the probe polarization-dependent phonon amplitudes
for BP flakes with thicknesses of 249 nm and 680 nm, sample B and sample C, respectively,
at the same laser wavelength of 780 nm. Figure 4c and 4d show those at laser wavelengths
of 803 nm and 820 nm from the 680 nm thick BP flake, respectively. In contrast to few-layer
BP samples, interference between the multiple light reflections becomes important for
rather thick samples and can exhibit strong dependence on the laser wavelength and the
sample thickness. The obtained results show distinct probe polarization dependences for
each combination of sample thickness and laser wavelength. Here, we need to mention
that the polarized Raman scattering in BP has previously been reported to be similarly
dependent on the incident wavelength and the sample thickness, which was explained by
the interference effect of the incident and scattered light [18].
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Because of the linear dichroism and the in-plane birefringence of BP, the polarization
dependence due to the interference effect from the multiple reflections will vary with the
wavelength and sample thickness. In the CP detection process, the interference effect must
be incorporated into the term (∂Ti)/(∂xi), which will vary with the sample thickness and
wavelength as well as the polarization. Thus, the probe polarization dependence of the
Ag

1 and Ag
2 modes results from the combined effect of the mode-dependent (∂xi)/(∂Qm)

term and the above-mentioned (∂Ti)/(∂xi) term. It is notable that while Raman scattering
measurements of light intensity are insensitive to the phase of the phonon oscillation, the
CP signal in this study can enable us to identify the initial phase of phonon oscillations.

As an example, the negative amplitude at the ZZ polarization of the Ag
2 mode in

Figure 4a is directly obtained from the phase information of the CP signal. We reserve a
detailed interpretation on the probe dependent Ag

1 and Ag
2 amplitudes at each specific

wavelength and sample thickness for future work supported by theoretical calculations.
One definite advantage of the time-resolved CP detection process in this work is the

capability to visualize the phonon decay process. In order to study the phonon decay
mechanism, we measured the CP oscillations of a 195 nm thick BP flake with varying
temperature from 80 to 500 K at a wavelength of 780 nm. Figure 5a,b show the decay rates
and the phonon frequencies of the Ag

1 and Ag
2 modes as a function of sample temperature.

During the temperature increase from 80 to 500 K, the dephasing time quickened from
11.5 ps to 3.5 ps and from 7.0 ps to 2.5 ps for the Ag

1 and Ag
2 mode, respectively. According

to the anharmonic phonon decay model, an optical phonon can be split into two or more
low-frequency phonons while satisfying energy and momentum conservation, and this
process is accelerated at elevated temperatures [37]. Because the most plausible and
frequently observed anharmonic decay channel of optical phonons is that into two acoustic
phonons of equal frequency and opposite wave vectors, we tried this decay channel to fit
the temperature dependence of the decay rates and frequencies [28,38]. Here, the fitting
functions for the dephasing rate (Γ) and the frequency (Ω) are given by Γ = Γ0 + Γanh ×
[1 + 2/(exp(h̄Ω/2kBT) − 1)] and Ω = Ω0 + Ωanh × [1 + 2/(exp(h̄Ω/2kBT) − 1)], where Γanh
and Ωanh are proportional constants and Γ0 and Ω0 are background contributions to the
dephasing rate and frequency, respectively. As shown with the solid lines in Figure 5a,b,
the fitting is satisfactory for both Ag

1 and Ag
2 modes, which strongly suggests that the

Ag
1 and Ag

2 phonons excited in BP crystal undergo a temperature-dependent anharmonic
decay into two half-frequency acoustic phonons. We note that depending on the crystal
purity or charge doping, the phonon decay can be accelerated due to such effects as defect
scattering or electron–phonon interaction. Nevertheless, the anharmonic phonon decay
process will universally apply to BP crystals of moderate thickness, in which the phonon
dispersion is more or less the same as bulk BP.
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4. Conclusions

By performing time-resolved TT measurements, we investigated the in-plane
anisotropies of BP crystal provided in the generation and detection process of coher-
ent Ag

1 and Ag
2 phonons. The CP amplitudes generated by the pump pulse were found

to be proportional to the excited carrier density, and the pump polarization dependence
confirmed the linear dichroism of BP. The probe polarization dependence though, which
behaves differently according to the laser wavelength and the sample thickness, needs to
be explained by the combined effects of the phonon-induced optical susceptibility and the
interference effect, which themselves are both dependent on the probe polarization. We
also demonstrated the temperature-dependent anharmonic decay process of the Ag

1 and
Ag

2 phonons. We expect that the anisotropic characteristics revealed in the excitation and
detection of CPs will facilitate polarization-sensitive novel applications based on BP crystal
and deepen our understanding of the optoelectronic properties of anisotropic 2D materials.
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