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ABSTRACT

We experimentally probe the multilevel response of GeTe, Ge,Sb,Tes (GST), and 4% tungsten-doped GST (W-GST) phase change materials
(PCMs) using two wavelengths of light: 1550 nm, which is useful for telecom-applications, and near-infrared 780 nm, which is a standard
wavelength for many experiments in atomic and molecular physics. We find that the materials behave differently with the excitation at the
different wavelengths and identify useful applications for each material and wavelength. We discuss thickness variation in the thin films
used as well and comment on the interaction of the interface between the material and the substrate with regard to the multilevel behavior.
Due to the differences in penetration depths, absorption, and index contrast, different PCMs could be more suitably used depending on the

application and wavelength of operation.

© 2021 Author(s). All article content, except where otherwise noted, is licensed under a Creative Commons Attribution (CC BY) license
(http://creativecommons.org/licenses/by/4.0/). https://doi.org/10.1063/5.0058178

I. INTRODUCTION

Phase change materials (PCMs), such as Germanium Telluride
(GeTe), Germanium Antimony Telluride (GST), and their doped
variants have been attracting more and more attention in the field
of reconfigurable photonics. Essentially, as the material transitions
between its amorphous and crystalline states through either an opti-
cally or electrically imparted thermal excitation, that transition is
accompanied by a very large change in the refractive index, on the
order of 50%, leading to a whole host of potential applications, rang-
ing from optical storage and memories all the way to novel neuro-
morphic computing protocols and reconfigurable nanophotonics.'”
In the field of reconfigurable nanophotonics, there is merit to laser-
assisted optical reconfiguration that allows for multifunctional opti-
cal elements such as the gratings created by Trofimov et al® and
other such devices.”!"

A big part of the advancement is in the solutions that have
been developed recently to problems that have often plagued
the material, such as high resistivity,'"'* high optical losses,'*!*

and material lifetime.'” The phase space for optimizing PCMs is

enormous, making it critical to continue performing fundamental
studies on the response of the material to optical and electronic exci-
tation under disparate conditions. Devices based on PCMs could be
divided according to whether the devices are actuated optically via
a laser pulse!®'® or electrically via an electronic pulse.”** While
electronic excitation is important for applications such as electronic
memories, optical modulators, and color displays, optical excita-
tion will equally play an important role in future technologies, such
as optical memories, phase plates, optical limiters, to name just
a few.

For pulsed optical excitation, which is critical for a wide range
of applications as stated above, some of the parameters to inves-
tigate are the wavelength of excitation, the temporal pulse shape
and duration, sample thickness, and the alloying and doping of the
material itself. Ultimately, the goal would be to produce a catalog of
materials and their disparate properties (index contrast upon phase
change, optical losses, switching speed, and intermediate/multilevel
switching).

In this paper, we highlight three types of chalcogenide mate-
rials that have shown potential as optical phase change materials:
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GST,">?¢ W-GST,"” and GeTe.”’”*° While GST is a ubiquitous
phase change material with a multitude of uses, its doped variant
shows an altered response due to increased electrical and thermal
conductivity,'” leading to potentially different regimes of applica-
tion. On the other hand, the GeTe alloy, which exhibits higher tem-
perature threshold for phase transition, exhibits lower losses and
consequently higher efficiency for optical modulation. Our results
are further proof that multilevel, high speed optical switching and
storage are viable technologies for future devices provided that
the PCM composition and configuration are well understood and
optimized to the optical switching pulse characteristics.

Il. EXPERIMENTAL METHODS

The data in this study were gathered from a custom built opti-
cal setup that allows for full control of the power, temporal shape,
and number of pulses in a laser incident on a thin film of a PCM.
For the data at 1550 nm light, we inserted a 1590 nm continuous-
wave (CW) laser to the fiber with the pump laser to act as a probe
beam. This beam is coupled into the fiber before the beam transi-
tions to free-space in order to simplify the alignment. The 1550 nm
pulse train and the 1590 nm CW beam are passed through a micro-
scope objective that focuses the spot down to ~2 ym in diameter,
and it hits the sample imparting a phase change of the material; the
1590 nm light is picked up after reflecting off of the sample and input
to a balanced detector. The control arm of the balanced detector is
taken from a pick off before the beam was focused onto the sample
via a microscope. The change in reflectivity is then recorded by a
detector and oscilloscope. The pulses used in this investigation were
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of varying powers but kept at a 50 ns long square pulse with a 25 ns
falling shape. This allows for controlled cooling of the material in
order to give the material time to crystallize. To generate the 775 nm
pulses, we passed the 1550 nm pulsed light through a periodically
poled lithium niobate (PPLN) crystal where the light was frequency
doubled to obtain the intended wavelength. Care was taken to
measure the pulse after the conversion to correct for any non-linear
shortening or steepening of the pulse. After the conversion, an
820 nm CW source was co-aligned and co-focused onto the sample
to be used as a probe beam. The 820 nm CW beam was then detected
by an avalanche photo diode (APD) and recorded by the same oscil-
loscope as before. A diagram of the setup is shown in Fig. 1. More
information about the setup in the 1550 nm configuration can be
found in our previous paper.!

Three chalcogenide materials were investigated in this experi-
ment. Germanium telluride (GeTe), germanium antimony telluride
(GST), and 4% tungsten-doped GST (W-GST) were considered for
their phase change abilities and as they were the subject of our
recent efforts."'> Each material was subjected to a train of excita-
tion pulses at 775 and 1550 nm to induce crystallization, and their
reflectivities were read out in order to determine their use in mul-
tilevel free space applications. These experiments were performed
initially on samples with thicknesses in the 140-170 nm range.
Thicker samples were fabricated via sputtering and measured as well
to account for the larger penetration depths as the pump wave-
length was increased. These thicker samples ranged from 350 nm
for W-GST to 530 nm for GST. The reflectivity plots can be seen
in Sec. I1I. Raman spectroscopy was considered to verify the mate-
rial switching; however, the spot sizes achieved with our setup are

Oscilloscope

COnersion

Mirror

Fiber
Wire
Free Space

FIG. 1. Experimental setup.
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FIG. 2. Multipulse response of (a) GeTe, (b) GST, and (c) W-GST for 775 nm excitation.

too small for our Raman microscope, leading us to utilize a ther-
mal model to explain the partial states seen in the experimental
data.

lll. RESULTS

Figure 2 shows the 775 nm excitation results on the thin sam-
ples. We clearly observe a difference in the reflectivity measure-
ments upon crystallization in each of the samples. GeTe and GST
both have a large AR compared to W-GST, where AR is the total
difference between the fully amorphous reflectivity before a sin-
gle pulse hits the thin film and the final distinguishable reflectivity
level of the switched material. However, both GeTe and GST exhibit
very pronounced non-linear switching with multiple pulses. After
there is a small initial crystallization, as seen after the first pulse
in Figs. 2(a) and 2(b), the second pulse usually gives a large jump
in reflectivity. We suspect this is due to the thermal transport and
absorption of the crystalline state. These materials would be well
suited for applications needing high contrast between the two states.
On the other hand, W-GST, while having a more linear step size,
has fewer accessible levels and is only 20% of the AR of GeTe, as
can be seen in Table I. The peaks seen at the boundary between
some levels in the data can be attributed to the material’s reac-
tion to the pulse and its physical switching between states. We have

TABLE |. Material and multipulse properties of GeTe, GST, and W-GST.

discussed this phenomenon in much greater detail in our previous
work.!

Moving on to the 1550 nm excitations shown in Fig. 3, we see a
change in the behaviors. In this wavelength regime, we can see that
the best performer in terms of both linearity and number of levels
is GST. We also begin to see interesting behavior in both GeTe and
W-GST. In GeTe, we begin to see issues arising from ablation. This
can be seen where the graph drops below a previous level or even
below the zero point. This is ablation at the center of the illuminated
spot. The levels are still able to climb after the ablation since the
crystallized portion is spreading horizontally. This is not ideal for
a device since the ablated area cannot be switched back and is per-
manently destroyed. With a low absorption coefficient and a lower
index of refraction (as seen in Table I), higher powers are needed
in order to achieve crystallization in the thin sample. This causes a
larger area to crystallize and therefore gives us fewer levels and a ten-
dency to ablate quickly at these higher powers. To better understand
what was occurring in the samples, simulations were carried out in a
two-step process via Lumerical HEAT. After the first pulse, the area
above the crystallization temperature is treated as crystallized, and a
mixed layer of two states is created to receive the second pulse. The
thermal properties used in the simulations were taken from three
papers.'>#23 Figure 4 shows these simulations, and it can be seen
that for the second pulse incident on the PCM, there are two hot

Amorphous and crystalline 7 At 775 nm At 1550 nm (thin) At 1550 nm (thick)
aat 775 nm 3.49 + 0.65i° No. of levels 12 8 11
cat 775 nm 5.03 + 1.86i°! Peak power 18.4 mW 302.3 mW 1149 mW
GeTe aat 1550 nm 3.26 + 0,047
. . o
1950 o 50410335 AR 23.2% 83au 179 a.u.
aat 775 nm 4.49 + 1.37i No. of levels 8 13 8
cat 775 nm 5.46 + 2.46i Peak power 25.0 mW 66.5 mW 96.7 mW
GST aat 1550 nm 4.24 + 0.05i
. . o
cat 1550 nm 6.11 + 0.72i AR 17.5% 19.6 a.u. 9.3 au.
aat 775 nm 4.43 + 1.44i No. of levels 10 10 9
cat775nm 5.10 + 3.52i Peak power 16.2 mW 48.4 mW 39.3mW
W-GST ,
aat 1550 nm 4.44 + 0.28i AR 350 40au 6.6 2.
cat 1550 nm 6.60 + 1.17i =7 o o
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FIG. 3. Multipulse response of (a) GeTe, (b) GST, and (c) W-GST for 1550 nm excitation.

spots on the sides of the crystallized area and for the case of W-GST,
a third central hotspot can be seen. This is due to the discontinuity
the E-field sees in the index of refraction between the crystalline and
the amorphous states of the material where the edge is perpendicular
to the polarization of the field. When the polarization is rotated 90°
in our 2D simulations the phenomenon is no longer seen. The hot
spots are the areas where the ablation can initially occur and cause
the drops in reflectivity seen in Fig. 3. In W-GST, we see ablation
occurring as well. This reveals itself with the dropping of the levels
after the initial climb. W-GST’s ablation is much more consistent
and can be avoided by using lower powers, as shown in the traces
that do not have a turning point where the reflectivity begins to drop.
This lower power region is also where we see the largest number of
intermediate levels available.

In the third set of trials, we used thicker samples in order to
account for the lower material absorption at the longer 1550 nm
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wavelength used to excite the material. The results are shown in
Fig. 5. We noticed that with the smaller spot size, we achieved fewer
levels than in our previous work (~2 ym in diameter compared to
~5 ym previously)' in GST. We believe this to be due to the smaller
volume available for switching. Using similar powers to those previ-
ously used, similar sized volumes will be changed in both instances,
and this will limit the number of available levels as we drop the
accessible volume. Here, we can see that the erratic behavior of the
ablation in GeTe has been resolved. We still see ablation occurring
at longer wavelengths; however, this is expected as the material is
more absorptive in the crystalline state. This can be seen in both
GeTe and GST (while we do not perform this measurement on
W-GST due to sample availability, we expect the behavior to be
broadly similar). In this regime, we begin to see GeTe again having
the highest number of levels, and we see the step sizes of the lev-
els moving toward being more linear than the other thicknesses or

Vst wlrw sl i 118 3 e o [ERT

o L I

o o LT

i

FIG. 4. Lumerical HEAT simulations showing the temperature profile for the first and second pulses from a 1550 nm wavelength Gaussian beam on each of the three thin
samples: (a) and (b) GeTe, (c) and (d) GST, and (e) and (f) W-GST. Dotted lines on graphs show the area where crystallization is expected to occur. Solid lines on graphs

indicate the area considered crystallized for the second pulse.
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FIG. 5. Multipulse response of (a) GeTe, (b) GST, and (c) W-GST for 1550 nm excitation with thicker films.
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FIG. 6. Summary of data showing the linearity in step size between subsequent intermediate levels during multipulse excitation for (a) 775 nm wavelength on the thin
samples, (b) 1550 nm wavelength on the thin samples, and (c) 1550 nm wavelength on the thicker samples. Ar is the distance between reflectivities at each level. The first
number in the legend is the peak power used for the maximum number of levels, and the second is the reflection contrast between the lowest and highest levels, with the

1550 nm measurements being in arbitrary units due to the balanced measurement.

wavelengths. We also see a larger AR with GeTe than we see in the
other materials. Another interesting thing to notice is the fact that
GST actually loses a dynamic range going from the 174 nm thick
sample to the 530 nm thick sample. This is due to a thin film effect.
The change in the reflective dynamic range between fully amorphous
and crystallized films for the thin sample is more than double the
range of the thicker sample. The higher number of steps available is
due to the interaction at the interface of the GST and silicon; the sil-
icon pulls the heat out of GST and allows for a smaller volume to be
switched at once. In thicker GST, there is nowhere for the heat to go,
and it stays locally and switches to a larger volume. Even with thicker
GeTe, the excitation pulse penetrates fully through the material
and reaches the silicon, giving a larger volume available for change
and increasing the dynamic range. W-GST has a higher thermal
conductivity and therefore allows for a faster and more efficient
spread of the crystallization, giving an inherently larger crystal-
lization area and a larger dynamic range while not gaining in the
number of levels available.

Finally, Fig. 6 shows a summary of the data gained from all
three datasets. The figure makes clear the differences between the
linearity in level spacing, powers for the maximum number of avail-
able levels, and AR for each material. At 775 and 1550 nm excita-
tion on the thin samples, it can be seen that W-GST is much more
linear in its switching, which for certain applications may be the

most important aspect; however, more levels are available in GeTe
at 775 nm or GST at 1550 nm. Each material has its own benefits for
specific applications.

IV. CONCLUSION

In conclusion, we have shown the differences in crystallization
dynamics for three different phase change materials. We investi-
gated GeTe, GST, and W-GST and compared their pros and cons
for application in free-space multilevel phase change devices. We
identified peak power ranges for crystallization of the materials
and gave examples of applications where the differing behaviors
would be beneficial. We discovered that by reducing the spot size
of the pump laser, we lost access to as many levels as seen in our
previous work and recognized a benefit to optimizing the thickness
of the sample to take advantage of the interface between the mate-
rials for extending the number of levels available. This work adds to
the catalog of materials under study for optical PCMs and will serve
as a part of the building blocks of a material library for future devices.
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