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Mid-infrared absorption spectroscopy plays an
important role in molecule identification and quantification for
widespread applications. Integrated photonics provides oppor-
tunities to perform spectroscopic sensing on-chip for the
minimization of device size, cost, and power consumption.
The integration of waveguides and photodetectors is an
indispensable step toward the realization of these on-chip
sensing systems. It is desired to extend the operating
wavelengths of these on-chip sensing systems to the long-wave
infrared (LWIR) range to utilize more molecular absorption fingerprints. However, the development of LWIR waveguide-
integrated photodetectors faces challenges from both waveguide platforms due to the bottom cladding material absorption and
photodetection technologies due to the low LWIR photon energy. Here, we demonstrate LWIR waveguide-integrated
photodetectors through heterogeneous integration of graphene photodetectors and Si waveguides on CaF, substrates. A high-
yield transfer printing method is developed for flexibly integrating the waveguide and substrate materials to solve the bottom
cladding material absorption issue. The fabricated Si-on-CaF, waveguides show low losses in the broad LWIR wavelength
range of 6.3—7.1 pum. The graphene photodetector achieves a broadband responsivity of ~8 mA/W in these low-photon-
energy LWIR wavelengths under zero-bias operation with the help of waveguide integration and plasmonic enhancement. We
further integrate the graphene photodetector with a Si-on-CaF, folded waveguide and demonstrate on-chip absorption sensing
using toluene as an example. These results reveal the potential of our technology for the realization of chip-scale, low-cost, and
low-power-consumption LWIR spectroscopic sensing systems.
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id-infrared (MIR, 2—20 pm) absorption spectros-

copy provides a powerful tool for label-free

discrimination and quantification of molecules
through their characteristic vibrational transitions, with
applications ranging from industrial process control to medical
diagnostics and from environmental monitoring to trace gas
detection on Mars by NASA’s Curiosity Mars Rover. °
Conventional spectrometers rely on free-space optics that are
bulky, expensive, and power-hungry, while integrated pho-
tonics promises the ability to perform the same analysis using
chips with high compactness, low cost, and low power
consumption.”” The integration of waveguides and photo-
detectors is a critical step toward the realization of these chip-
scale sensing systems. Despite the advances made in the short-
and mid-wave infrared (SWIR, 2—3 um; MWIR, 3—6 um)
integrated photonics, it is desired to extend the working
wavelengths to the long-wave infrared (LWIR) range beyond 6
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pm to make more use of molecular absorption fingerprints.”
However, the development of LWIR waveguide-integrated
photodetectors faces challenges from both waveguide plat-
forms and photodetection technologies, as illustrated in Figure
la.

The common silicon-on-insulator (SOI) and silicon nitride-
on-insulator (SNOI) waveguide platforms,"""> as well as
germanium-on-insulator (GOI)," can operate only up to ~4
um limited by the strong absorption from the buried oxide
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Figure 1. Design concept. (a) Development roadmap of MIR waveguides and waveguide-integrated photodetectors. Waveguide-integrated
photodetector operating beyond 4 ym has not been demonstrated yet, to the best of our knowledge. Reprinted with permission from refs
11-15, 18, 22, 25, 26, 33. Copyright 2017 IEEE, 2013 Wiley-VCH, 2016 The Optical Society, 2010 The Optical Society, 2013 AIP
Publishing, 2014 The Optical Society, 2014 American Chemical Society, 2016 The Optical Society, 2014 The Optical Society, and 2019
American Chemical Society, respectively. Reprinted with permission under a Creative Commons Attribution 4.0 License from refs 16 and
17. Copyright 2018 The Optical Society and 2017 The Optical Society, respectively. (b) Artist’s impression of the envisioned on-chip LWIR
spectroscopic sensor featuring transfer-printed SOCF multichannel waveguides integrated with graphene photodetectors and zoom-in view
of the waveguide-integrated graphene photodetector with GSG electrode configuration. (c) Sketch of the on-chip sensing mechanism using
toluene as an example. At toluene’s absorption peak (6.65 ym), the light transmission intensity in the waveguide is significantly attenuated,
leading to weaker photoresponse of the graphene photodetector. (d) Band diagram of the graphene photodetector at zero bias. The

inhomogeneous doping levels enable photocarrier collection.

(BOX) layer. Similarly, the bandwidths of silicon-on-sapphire
(SOS) and silicon-on-nitride (SON) platforms are limited to
~5.5 um by their bottom cladding materials.'*"®> To achieve
working wavelength extension, several LWIR platforms have
been reported recently, such as suspended silicon-on-air
(SOA),'® germanium-on-silicon (GOS),"” and silicon—germa-
nium alloy-on-silicon (SGOS),'® with low propagation losses
of a few dB/cm. Nevertheless, the suspended waveguides pose
difficulties in following processes and further integration.
Although GOS and SGOS waveguides have shown promising
performance for LWIR applications, it is still worth fully
leveraging the most mature, cheap, and easily accessible SOI
platform and Si transparency window up to 8 ym. Motivated
by this, a transfer printing technique proves its feasibility to
transfer the Si device layer from SOI onto new substrates
without the involvement of any adhesive that may compromise
the optical properties of Si. This transfer printing technique has
been reported mostly for the fabrication of microelectronic and
optoelectronic devices on flexible substrates'” ™" but rarely for
the heterogeneous integration of photonic devices. Chen et al.
transfer-printed Si photonic devices onto a calcium fluoride
(CaF,) substrate,”* which is a type of halide transparent up to
8 pum and with a low refractive index of ~1.4. Although the
demonstrated ring-resonator-based spectroscopy around 5.2
um is interesting, their transfer scheme is complicated and
demands a very precise control on the size of photoresist
pedestals, leading to difficulties in retrieving an intact
membrane from SOI A simplified method with a higher
yield is desired.

State-of-the-art MIR photodetectors are typically based on
narrow-band-gap semiconductors such as HgCdTe (MCT)
and III-V alloys. Because of their huge lattice mismatch with
Si, their integration with waveguides relies on adhesive
bonding processes.”>~*> A monolithic photodetector integra-
tion approach builds on ion-implanted Si.”*™** The main
disadvantage of this kind of photodetectors is their low
responsivities due to the weak extrinsic dopant or defect-level-
mediated absorption. Emerging two-dimensional (2D) materi-
als are regarded as a promising alternative solution for on-chip
photodetection, whose direct monolithic integration with Si is
enabled by their layered lattice structures. Various 2D materials
with different band gaps can realize a very wide response range
across the electromagnetic spectrum.29 Hexagonal boron
nitride with a large band gap of ~6 eV enables solar-blind
deep ultraviolet photodetectors.”® Numerous transition metal
dichalcogenides with band gaps typically ranging from 1 to 2
eV cover visible and near-infrared (NIR) wavelengths.31 Black
phosphorus (BP) possesses a narrow band gap of ~0.33 eV in
its bulk form, pushing the cutoff wavelength to 4.13 ym.”
Recently, MWIR waveguide-integrated BP photodetectors
operating from 3.68 to 4.03 um were reported.”® For
photodetection at longer wavelengths, semirnetallic materials
such as graphene become suitable choices.”* Their gapless
nature endows them with high-speed broadband photo-
response from ultraviolet to terahertz while also resulting in
a large dark current when bias is applied, reducing the
detection sensitivity.”” " Zero-bias operation is thus preferred
to reduce the dark current as well as the power consumption.
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Figure 2. Fabrication process for waveguide transfer printing and on-chip photodetector integration. (a) Membrane patterning by
lithography and dry etching. (b) DHF release of BOX layer. (c) Membrane retrieval by PDMS stamp. (d) Membrane printing onto CaF,
substrate. (e) Graphene transfer onto waveguide. (f) Electrode patterning by lift-off.

Under zero-bias operation, the photocarrier separation is
achieved less efficiently via photovoltaic (PV) and photo-
thermoelectric (PTE) effects, which compromises the
responsivit)r.?’s_40 To improve the responsivity, a strategy
based on hybrid integration of graphene photodetectors with
waveguides and plasmonic structures was demonstrated in the
NIR."'~** The waveguides extend the light—matter interaction
length from the absorption material thickness to the
longitudinal dimension of the material, while the plasmonic
structures concentrate the optical field in their vicinity to
enhance the light—matter interaction. Nevertheless, due to the
lower absorption of graphene in the LWIR,* it is unclear
whether a high responsivity comparable to that of NIR
counterparts can be achieved in graphene LWIR photo-
detectors through this improvement strategy.

In this work, we present LWIR waveguide-integrated zero-
bias photodetectors based on heterogeneous integration of
graphene photodetectors and Si waveguides on CaF,
substrates. To address the waveguide platform issue, a simple
transfer printing method utilizing a microstructured poly-
dimethylsiloxane (PDMS) stamp is developed to facilitate the
transfer of large-scale membranes containing waveguides from
the SOI device layer onto CaF, substrates with high yield. The
transfer-printed Si-on-CaF, (SOCF) waveguides show low
propagation loss, bending loss, and Y-junction insertion loss in
the broad wavelength range of 6.3—7.1 pm. The photo-
detection technology issue is addressed by employing wave-
guide-integrated graphene photodetectors with a ground—
signal—ground (GSG) electrode configuration. The signal
electrode on top of the waveguide not only enables zero-bias
photodetection but also provides plasmonic enhancement. The
achieved broadband responsivity of around 8 mA/W is
comparable with that of NIR counterparts. The waveguide-
integrated graphene photodetector is further utilized for on-
chip absorption sensing using toluene vapor as an example. A
limit of detection (LoD) of 0.48% is experimentally assessed.
Our proposed technology shows promising potential for the

realization of chip-scale LWIR spectroscopic sensing systems
with low cost and low power consumption.

RESULTS AND DISCUSSION

Design Concept. Figure 1b schematically illustrates our
envisioned on-chip LWIR spectroscopic sensor based on our
proposed technology, which features transfer-printed SOCF
multichannel waveguides integrated with graphene photo-
detectors employing the GSG electrode configuration. With
the light at different wavelengths propagating in the multiple
waveguide channels, the surrounding analyte molecules
extensively interact with the evanescent field. As a result, the
light transmission intensity, and thus the graphene photo-
response, is significantly weakened at the molecular absorption
peaks compared with other wavelengths, as depicted in Figure
lc. Figure 1d portrays the zero-bias operation mechanism of
the graphene photodetector. Because of different doping levels
in the metal-covered (p-doped) and uncovered (p*-doped
because of adsorbates from the ambient air) parts of graphene,
junctions with built-in gradients of electrostatic potential and
Seebeck coefficient are formed near both sides of the middle
signal electrode. These metal-doped graphene junctions not
only exist at the metal/graphene interfaces but also extend tens
of nanometers into the graphene channels, enabling effective
separation and collection of photogenerated electron—hole
p21i1's.40’46

Integration Method. Figure 2 presents the fabrication
process for the heterogeneously integrated photonic system. A
2.4 mm X 2.4 mm membrane is first patterned on the 1.5 ym
thick Si device layer. This membrane, which is supported by
periodic trapezoidal beams, contains grating couplers, trans-
verse-electric (TE) waveguides with subwavelength grating
(SWG) claddings, and releasing holes. The SWGs provide
mechanical support for waveguides in the following BOX wet
etching and retrieval steps. The releasing holes are arrayed with
2 pm radius and 25 um period for a trade-off between
membrane stiffness and wet etching time. After the membrane
is fully etched, the 3 um thick BOX layer beneath the
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Figure 3. Loss characterization of transfer-printed SOCF waveguides. SEM images of (a) waveguide with SWG cladding, (b) 90° bend, and
(c) Y-junction. Broadband spectra of (d) propagation loss, (&) bending loss, and (f) Y-junction transmission in 6.3—7.1 gm. The insets show

representative cut-back measurement results at 6.55 pgm.

membrane is locally removed in diluted hydrofluoric acid
(DHF) solution, followed by drying in a critical point dryer
(CPD) to avoid membrane’s stiction to the Si handle layer.
To transfer print the membrane, a reversible surface
adhesion is critical, which is enabled by a PDMS stamp with
microstructured pyramids (see Figure S1 for the PDMS stamp
fabrication process). These pyramids are arrayed with 45 ym
period, 15 um base width, and 10 ym height. The overall size
of the PDMS stamp is 2.5 mm X 2.5 mm, which is slightly
larger than the membrane to facilitate the transfer printing. In
the retrieval step, the PDMS stamp is pressed into full contact
with the membrane so that all the pyramids collapse, leading to
the maximized contact area and surface adhesion. Then the
stamp is retracted rapidly to break the supporting beams and
peel off the membrane. Meanwhile, the waveguides can remain
intact thanks to the supporting SWGs (Figure S2). After the
membrane is picked up, the collapsed pyramids quickly bounce
back to the initial state so that only pyramid tips contact the
membrane due to the geometry of pyramids and the
elastomeric nature of PDMS. As a result, the surface adhesion
between stamp and membrane is reduced. In the printing step,
the retrieved membrane is pressed into contact with the CaF,
substrate but without collapsing the pyramids. Finally, the
stamp is retracted slowly, leaving the membrane on the
receiver substrate. It is worth noting that this transfer printing
technique is capable of integrating virtually any waveguide
materials with arbitrary substrate materials. Other waveguide
materials such as germanium and aluminum nitride can be
combined with various substrate materials (e.g, BaF,,
chalcogenide glasses) to extend the working wavelength to
above 8 um. After the membrane transfer, a S nm thick
aluminum oxide (ALO;) layer is deposited by atomic layer
deposition (ALD) to electrically isolate graphene and Si
waveguide. While Al,O; is lossy in the LWIR, the additional
loss caused by such a thin Al,Oj layer is negligible. The van der
Waals force between the Si membrane and the CaF, substrate
is strong enough for the following graphene transfer and

10087

electrode lift-off steps, as shown in Figure 2d,e, respectively.
Details on these two steps are given in Figure S3.

Transfer-Printed Waveguides. The fundamental per-
formances of transfer-printed SOCF waveguides, including
propagation loss, bending loss, and Y-junction, are charac-
terized in the broad LWIR wavelength range from 6.3 to 7.1
um, which is covered by two different grating coupler designs
(GC I and GC 1I; see Figure S4 for details). The scanning
electron microscope (SEM) images of the waveguide, 90°
bend, and Y-junction are shown in Figure 3a—c, whereas their
overall optical microscope (OM) images are shown in Figure
SSa—c. Waveguides with different lengths are fabricated on the
same membrane for cut-back measurement of propagation loss
(Figure SSa). The waveguide width W, SWG cladding width
Wswe and Si strip length Lg; in the SWG cladding are 3.1,
3.35, and 0.38 um, respectively. The SWG period Agyg of 1
pum is smaller than the Bragg period of ~1.15 um, enabling the
SWG waveguides to behave similarly to normal strip
waveguides with low propagation loss. As shown in Figure
3d, an average propagation loss of 4.64 dB/cm is measured
with a standard deviation of 0.51 dB/cm. The propagation loss
is mainly attributed to the scattering from the waveguide
surface roughness. Similarly, waveguides with different 90°
bend numbers are fabricated on the same membrane for
bending loss measurement (Figure SSb). The radius of each
bend is 35 pum. Figure 3e shows a bending loss of 0.054 +
0.005 dB/90°, about half of which comes from the propagation
loss in the bend and the other half mainly the mode mismatch
loss between the bend and the straight section. The Y-junction
is designed with x- and y-spans of 307 and 288 um,
respectively. The Y-junction performance is characterized by
measuring the output from four cascaded Y-junctions (Figure
SSc). The transmission is —3.42 + 0.27 dB/port, as shown in
Figure 3f, confirming a broadband 50:50 light splitting ratio
and a low insertion loss of ~0.42 dB. The insets in Figure 3d—f
are representative fitting results of measured cut-back data at
6.55 um, demonstrating good linearity.
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Figure 4. Design of waveguide-integrated graphene photodetector. (a) Power absorption ratios of graphene and metal at different widths and
thicknesses of the signal electrode. (b) Graphene and total absorptances at different widths and thicknesses of the signal electrode. (c)
Schematic illustration of the simulated structure. Electric field |E,| distribution in the (d) xy, (e) yz, and (f) xz planes.

Photodetector Design. In addition to enabling zero-bias
photocarrier separation and collection, the middle signal
electrode also provides plasmonic enhancement. The electric
field near the signal electrode is enhanced by two mechanisms.
The first mechanism is plasmon-induced field localization,
which is a result of the continuity of boundary conditions in
Maxwell equations.”” At the interface of two materials,
electrical displacements on both sides should be equal, D, =
D,. Because D = ¢€E, the electric field E will be much larger in
the material with a smaller dielectric constant ¢. The second
mechanism is plasmonic resonance.”® With a properly designed
width of the signal electrode, the transverse component E, of
the waveguide mode in Si underneath can be efliciently
coupled to the plasmonic resonance of the metallic electrode.
Figure S6 shows the E, real part distribution at the waveguide
cross section. A plasmonic resonance can be observed. Such a
resonance is localized surface plasmon resonance and leads to
electric field enhancement as two hot spots at both sides of the
electrode. The enhanced electric field overlaps with the metal-
doped graphene junctions, leading to a significant performance
improvement of the graphene photodetector.

The geometric parameters of the signal electrode have a
decisive impact on photodetector performance. A trade-off
needs to be considered between plasmonic enhancement and
metal absorption. The graphene and metal absorptions are
simulated using the finite-difference time-domain (FDTD)
method. The length of transferred graphene flake on
waveguide is 33 um. The graphene is described by a 2D
conductive model,* in which the conductivity is scaled by the
number of layers according to the flake thickness measured by
atomic force microscopy (AFM) (Figure S7). The total
absorption is calculated by comparing the transmission in all
the directions with input unity power, while graphene
absorption is calculated by

= l ea 2
Po=1 f/R I(og)IERdS "
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in which Real(og) is the real part of the graphene conductivity,
E is the electric field at the graphene surface, and S is the
graphene area on the waveguide. Figure 4a shows how the
width W, and thickness Hy of signal electrode affect the
ratios of graphene and metal absorptions over the total
absorption. A wider and thinner signal electrode makes the
metal absorption more dominant, reducing the graphene
L This trend agrees with the reported

atotal
results.""** For a higher responsivity, graphene is desired to
absorb more than metal, necessitating a narrower and thicker
signal electrode, which, however, also decreases their
absorptions. To have a better design guideline, in Figure 4b,
the graphene and total absorbed powers are compared with the

absorption ratio

incident power. The total absorptance % increases with

Wignap reaching 90% at 1.7 ym but drops dramatically when it
is further widened. This is because plasmonic resonance is
strongest only when W, matches working wavelength,
leading to highest local electric field enhancement (Figure S8).

Correspondingly, the graphene absorptance 56 s also

in

improved from ~43 to ~55% with W, increasing from 0.3
to 1.7 ym. With W, narrower than 1.7 ym, the graphene
and total absorptances can also be enhanced by reducing the

. P . .
metal thickness. ¢ reaches maximum and is nearly constant

in

when W, and Hy range from 1.3 to 1.7 ym and from S0 to
90 nm, respectively. Wy, and Hy are chosen to be 1.5 ym
and 70 nm, respectively, for better fabrication tolerance. With
these parameters, the simulated total and graphene absorptan-
ces reach 85 and 55%, respectively. The graphene absorption
can be further enhanced by fabricating the waveguide with a
thinner Si device layer, so as to expose a larger fraction of the
waveguide modal field to the graphene."* Since the Si
waveguide directly sits on the bulk LWIR-transparent CaF,
substrate, our SOCF platform is free from the substrate leakage
issue suffered by SOI and suspended Si platforms, enabling the
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Figure S. Photodetector characterization. (a) OM image of the graphene photodetector integrated with SOCF waveguide featuring two
grating couplers with different designs for broadband characterization. (b) False-colored SEM image of the waveguide-integrated graphene
photodetector: graphene in purple and electrodes in yellow. (c) Temporal photoresponses under different incident powers. Inset shows the
results under low incident powers. (d) Photocurrent and responsivity as a function of incident power. (e) Spectral responsivity. (f) Measured
and predicted frequency response. Red shaded area denotes the range of reported data and hence the uncertainty of our estimation. (g)
Spectral current noise power density. Inset: Spectral NEP. (h) Comparison with previously reported semimetal photodetectors at zero bias.

A small bias of 100 gV was applied to the TaAs photodetector.®

use of a small waveguide thickness down to a few hundred
nanometers. Nonetheless, a comprehensive consideration on
four factors, namely, absorption loss, scattering loss, mechan-
ical robustness, and membrane size, is needed when choosing
the waveguide thickness (Note S9).

The electric field distribution is simulated with the chosen
parameters (1.5 gm W, and 70 nm Hy) at three coordinate
hyperplanes, as shown in Figure 4c. In the xy plane, where the
graphene is placed, the electric field is enhanced in the vicinity
of the signal electrode, which can also be observed in the yz
plane. In the xz plane, the waveguide mode is absorbed by 66%
within the first 20 gm propagation length and then saturates. It
should be also noted that, although Figure 4d—f presents field
distribution at 6.51 um, the electric field remains nearly
unchanged across the whole working range from 6.3 to 7.1 um,
as shown in Figure S11. A broadband plasmonic enhancement,
and thus a nearly flat spectral responsivity, can be expected.

Photodetector Characterization. Figure S5a shows the
OM image of the fabricated waveguide-integrated graphene
photodetector. GC I and GC II are combined through a Y-
junction to couple the broadband light into the graphene
photodetector. The residual light is split by another Y-junction
and coupled out by another pair of GC I and GC II to facilitate
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the optical alignment. Figure Sb presents the false-colored
SEM image of the photodetector. The photodetector perform-
ance is characterized at zero bias. A lock-in amplifier technique
is utilized to improve the signal-to-noise ratio (SNR). The laser
beam is modulated by an optical chopper at 227 Hz. The lock-
in amplifier collects the photocurrent at the same frequency.
The incident power onto the photodetector is calibrated
according to the insertion loss from the input grating coupler
to the photodetector. This loss is obtained with the assistance
of a simultaneously fabricated reference chip with an identical
waveguide structure but without photodetector integrated.
Because the photodetector is integrated on the center of the
whole symmetric waveguide structure, this loss can be
conveniently extracted by halving the total on-chip insertion
losses measured by the reference chip. Figure Sc shows the
temporal responses under different incident powers ranging
from 0.21 to 107.64 uW at 6.51 um. The inset shows the
zoom-in view of photoresponses under low incident powers.
The highly repeatable photocurrent generation reveals stable
and reversible photoresponse in our device. The photocurrents
are extracted from Figure Sc and plotted as a function of the
incident power in Figure Sd. It is seen that the photocurrent
almost increases linearly with increasing incident power.
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Figure 6. On-chip sensing demonstration. (a) OM image of the graphene photodetector integrated with SOCF folded waveguide. (b) False-
colored SEM image of the waveguide-integrated graphene photodetector: graphene in purple and electrodes in yellow. (c) Photoresponse of
the waveguide-integrated graphene photodetector under alternating injection of pure N, and 0.72% toluene—N, dilution into the vicinity of
the folded waveguide. (d) Noise and LoD as a function of the incident power to the waveguide-integrated graphene photodetector. Inset:
Noise as a function of the signal measured by the MCT detector. The slope of the linear fitting suggests a laser power fluctuation of 0.012%

of the signal.

Correspondingly, the responsivity (responsivity = I,,/P) is
power-independent and calculated to be ~7.8 mA/W.
Photoresponses are then measured at different LWIR wave-
lengths. As shown in Figure Se, our device possesses
broadband photoresponse from 6.3 to 7.1 ym. As expected,
the responsivity does not show significant wavelength
dependence. The frequency response is examined by adjusting
the optical chopper modulation frequency, which is up to 10
kHz. Within this measurable range, the photoresponse does
not show any noticeable degradation, implying a far larger
bandwidth of our device, as illustrated in Figure 5f. Because the
photocurrent is generated near the graphene/metal interfaces
by PV and PTE effects, the 3 dB bandwidth of our device is
predicted to range from 10 to 500 GHz.>*~*%%!

The noise of the device is further measured using a lock-in
amplifier in dark condition. Because zero-bias operation
eliminates the dark current-induced shot noise, the noise
mainly consists of 1/f noise and Johnson noise. As shown in
Figure Sg, at frequencies below ~100 Hz, the measured noise
power density spectrum is parallel to the 1/f reference line,
indicating the noise is dominated by the 1/f noise. At higher
frequencies, Johnson noise i; becomes dominant, which is
calculated from the measured resistance R of the device
(extracted from the I-V curve as shown in Figure S12)
according to

(i) = 4ksTAf/R )

where kg is the Boltzmann constant, T is the temperature, and
Af is the bandwidth. Because our device can operate at speeds
well beyond 100 Hz, it is not significantly affected by the large
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1/f noise at low frequencies. The ~150 Q resistance and, as a
result, the noise of our device are at the same level as those of
reported works.”"*>°? The noise equivalent power,
NED = nosepover density
responsivity
calculated and plotted in the inset of Figure Sg. The NEP
ranges from 2.3 to 5.0 nW/Hz!? across the 6.3—7.1 um
wavelength range.

In Figure Sh, we compare the responsivity of our device with
those of reported semimetal photodetectors under zero-bias
operation. Most of the reported waveguide-integrated
graphene photodetectors operate in the NIR.*"****7%* When
migrating to the much longer wavelengths in the LWIR, the
photon energy becomes significantly lower and the graphene
absorption is largely suppressed.”> Thanks to the maximized
plasmonic enhancement by signal electrode optimization, our
device realizes responsivities comparable with those working in
the NIR. Currently, the responsivity of our device is mainly
limited by three factors. First is the lack of gate tuning. Thus,
we are not able to electrically adjust the graphene chemical
potential of the as-fabricated device. Gate tuning of graphene
chemical potential results in the change of its Seebeck
coefficient and absorption, offering more opportunities for
photoresponse optimization.”*°"*> The gate tuning can be
enabled by depositing a gate dielectric layer and fabricating a
gate electrode on top,”® by spin-coating a polymer electrolyte
Iayer,62 or by using the Si waveguide as a back gate when the Si
is doped with a moderate resistivity.”' Second is the efficiency
of photocarrier transport. The size of the plasmonic hot spots
scales with wavelength, while that of the metal-doped graphene

, as a function of wavelength is
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junctions does not, resulting in less eflicient photocarrier
separation and collection in our device as compared with the
NIR counterpart employing a similar plasmonic enhancement
strategy (Note $12).*! This limiting factor could be relieved by
modulating the potential distribution by a gate.sg’62 Moreover,
a split-gate geometry can be employed for metallic top gate*’
or waveguide back gate.”’ The split gates create a tunable p—n
junction by applying two different gate voltages and
simultaneously concentrate the optical field in the slot, that
is, exactly in between the p- and n-doped regions, maximizing
the photoresponse. Third is the impurities and defects in the
graphene, which reduce the carrier mobility and thus the
photodetector responsivity. The impurities and defects could
be reduced by optimiziné the fabrication process with less
contamination and strain,””** cleaning the graphene surface by
a postprocess such as thermal annealing or ozone treat-
ment,”>*° and encapsulating graphene in hexagonal boron
nitride.”” With these improvement efforts, an even higher
responsivity would be expected.

In addition to graphene, various semimetals are being
investigated to construct IR photodetectors with free-space
geometry.”’m_72 Compared with them, our device achieves
superior responsivities with much thinner photodetection
material thickness as powered by the waveguide integration.
Some of these emerging semimetals are also with 2D layered
lattice structures, whose integrations with waveguides have not
been explored yet. Our demonstrated LWIR waveguide-
integrated graphene photodetector provides a potential
solution for high responsivity photodetectors at longer
wavelengths, as well as for on-chip spectroscopic sensing.””

Sensing Demonstration. In order to evaluate the
teasibility of utilizing this waveguide-integrated photodetector
for on-chip LWIR absorption sensing, another graphene
photodetector based on the same concept is integrated with
a SOCEF folded waveguide, as shown in Figure 6a. The folded
geometry offers a long light—matter interaction length of 1.1
cm within the small footprint of the membrane. As shown in
Figure 6b, this photodetector also employs GSG electrode
configuration. The signal electrode width is optimized using
the same FDTD simulation method according to the AFM-
measured flake thickness (see Figure S14 for details). Light of
6.65 um wavelength from a tunable LWIR laser is modulated
at 227 Hz and grating-coupled to the folded waveguide sensing
element. Figure 6¢ presents the measured photoresponse of the
waveguide-integrated graphene photodetector when pure
nitrogen (N,) and 0.72% toluene—N, dilution are alternately
injected into the vicinity of the folded waveguide. A clear and
repeatable drop of the photocurrent is observed under the
injection of toluene. The 0.72% toluene leads to ~3.86%
photocurrent decrease. The waveguide sensor follows Beer’s
law:

T=1

toluene/

I

no toluene

= exp(—al'LC) (3)

where T is the transmittance, I, is the detector signal under
a toluene—N, mixture, I, (uene 1S the detector signal under
pure N,, a is the absorption coefficient of pure toluene, I' is
the waveguide mode confinement factor in the analyte (which
is 7.12% based on our modal simulation), L is the length of the
folded waveguide sensing element, and C is the toluene
volumetric concentration. According to the 0.72% toluene
sensing result, a is calculated to be 69.71 cm™. It is also read
from Figure 6c¢ that noise is about 0.87% of the photocurrent.
Adopting the common criterion of SNR = 3, an LoD of 0.48%
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is derived. Our experimentally demonstrated LoD is slightly
better than the 1% LoD achieved by the previously reported
on-chip MWIR gas sensor featuring chalcogenide waveguide
integrated with a PbTe photodetector.”* The measured noise
mainly consists of graphene photodetector noise and laser
power fluctuation. The laser power fluctuation is assessed using
a free-space liquid-N,-cooled MCT detector, as plotted in the
inset of Figure 6d. The slope of the linear fitting suggests that
the laser power fluctuation occupies 0.012% of the signal.
Therefore, most of the measured 0.87% noise is attributed to
the noise of the graphene photodetector, which is constant and
does not scale up with the signal level. By optimizing the loss
from the laser to the graphene photodetector or increasing the
laser power, the incident power to the graphene photodetector
could be increased, making the laser power fluctuation more
dominant. As a result, with the increase of incident power, the
noise percentage could decrease and a lower LoD is expected,
as illustrated in Figure 6d. In addition to the demonstration of
toluene sensing, it is worth highlighting here that the presented
system would have broad applicability in LWIR spectroscopic
sensing due to its broadband behavior and the inherent
selectivity of LWIR absorption spectroscopy.

CONCLUSION

In conclusion, we have demonstrated LWIR heterogeneously
integrated graphene/Si/CaF, waveguide photodetectors with
zero standby power consumption. A simple transfer printing
method based on microstructured PDMS stamps is developed
for the high-yield fabrication of SOCF waveguides. The
transfer-printed SOCF waveguides show low propagation loss,
bending loss, and Y-junction insertion loss in the broad
wavelength range from 6.3 to 7.1 pm. Through waveguide
integration and plasmonic enhancement, a high and broadband
responsivity of around 8 mA/W is achieved in the graphene
photodetector under zero-bias operation. The waveguide-
integrated graphene photodetector is further utilized for on-
chip absorption sensing. Detection of 0.72% toluene is
experimentally demonstrated, better than the LoD achieved
by the previously reported MWIR chalcogenide waveguide
sensor integrated with an on-chip PbTe photodetector. Our
technology could be potentially employed to realize chip-scale
LWIR spectroscopic sensing systems.

METHODS

Fabrication. The fabrication started from an SOI wafer with a 1.5
pum thick device layer and a 3 um thick BOX layer. The waveguide
and membrane patterns were simultaneously defined by e-beam
lithography (EBL) (Jeol JBX-6300FS) using ZEP-520A resist and
then transferred to the Si device layer by SF¢/C,F; deep reactive-ion
etching (Oxford Plasmalab System 100). The wafer was then
submerged into a 1:5 HF bath for 3.5 h to ensure removal of the
BOX beneath the widest devices. The wafer was slowly dried using
CPD (Leica EM CPD300) to avoid any damage to the membranes.
The membranes were then transfer-printed onto CaF, substrates by
PDMS stamps as described above. The preparation method for the
PDMS stamps is depicted in Note SI. The residual ZEP-520A resist
was removed by first acetone bath then oxygen plasma etching (SPI
Plasma Prep III). A S nm thick Al,O, layer was then deposited by
ALD (Cambridge NanoTech Savannah) for electrical isolation.
Exfoliated graphene flakes were transferred onto the waveguides
with the method described in Note S3. Electrodes were patterned by
another EBL step with poly(methyl methacrylate) (PMMA) as resist.
Subsequently, 1 nm Ti and 70 nm Au were deposited by e-beam
evaporation (AJA), followed by lift-off in acetone.
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Characterization. A continuous-wave laser (Daylight Solutions
MIRcat-2300) was modulated by an optical chopper (Stanford
Research Systems SRS40) and launched into a hollow fiber (Opto-
Knowledge HF200MWLW-FC) by a ZnSe focusing lens (Innovation
Photonics LFO-5-6). The alignment between the fiber and the
devices was performed with a six-axis alignment stage (Kohzu). For
waveguide characterization, the output light was coupled to another
hollow fiber and directed to a liquid-N,-cooled MCT detector
(InfraRed Associates MCT-13-1.00). Both the chopper and the
detector were connected to a lock-in amplifier (Stanford Research
Systems SR830) to enhance the SNR. For the characterization of
graphene photodetectors, the waveguide characterization setup was
maintained to assist the optical alignment. The photoresponse signals
from the graphene photodetectors were collected by another lock-in
amplifier. In the power dependence measurement, the light intensity
was adjusted by neutral density filters (Thorlabs NDIRO3A,
NDIR10A, NDIR20A; Edmund Optics LWIR 0.70D) and calibrated
with a power meter (Newport 843-R). The I-V curves were
measured with a semiconductor characterization system (Keithley
4200-SCS). For the toluene sensing characterization, N, was selected
as the diluting gas with its overall flow rate controlled by a mass flow
controller. This diluting gas was divided into two flows, with one
pumped into 99.5% toluene solution to generate a toluene—N,
mixture, and the other remained as pure N,. After that, the two
flows were remixed, and the toluene concentration in the dilution was
calibrated by a commercial sensor before pumped into the gas feeding
chamber. The concentration of toluene in the sensing region was
precisely and dynamically controlled by regulating the valves in the
two flows. The setup for all three characterizations above is
schematically illustrated in Figure SIS. All measurements were
performed at room temperature.
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