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Room-temperature surface exciton polaritons (SEPs) were successfully demonstrated recently by
replacement of the metal thin film in the Kretschmann-Raether configuration of surface plasmon
polaritons (SPPs) with a film of the J-aggregate cyanine dye 5,6-dichloro-2-[[5,6-dichloro-1-ethyl-3-
(4-sulfobutyl)benzimidazol-2-ylidene]propenyl]-1-ethyl-3-(4-sulfobutyl)benzimidazolium hydroxide
(TDBC). Compared with SPPs (i.e., photons coupled to highly mobile free electrons at the metal surface),
the coupling of photons to less-mobile excitons supports stronger field confinement at the TDBC surface.
This extraordinary field confinement of SEPs beyond SPPs motivated us to explore the feasibility of
refractive-index (RI) sensing, in particular, surface RI sensing. We find that the bulk RI sensitivity of 118°
(140°) per refractive-index unit (RIU) of the proposed SEP sensor in the RI range from 1.0 to 1.001 (from
1.33 to 1.36) for a gaseous analyte (an aqueous solution) is higher than that of a conventional gold-based
SPP sensor [73°/RIU (124°/RIU)]. For surface RI sensing, the SEP sensor has both higher sensitivity
and a higher figure of merit than the SPP sensor. These numerical results undoubtedly reveal SEPs to be a

promising mechanism for sensing.

DOI: 10.1103/PhysRevApplied.12.024029

I. INTRODUCTION

A surface exciton polariton (SEP) is an elementary
excitation resulting from the coupling of photons to
excitons at the surface of a crystal. SEPs have been
observed experimentally in various inorganic semiconduc-
tors, including ZnO [1,2], CuBr [3,4], CuCl [4], and ZnSe
[5]. However, successful observation of SEPs in these
media requires cryogenic temperature, which limits their
practical applications. This limitation is because the exci-
tons in these inorganic semiconductors are Wannier-Mott
excitons, which have low binding energy (approximately
10 meV) below the thermal energy at room temper-
ature (25 meV) [6]. In contrast, excitons in organic
crystals are Frenkel excitons, with much higher bind-
ing energy (approximately 1 eV) [6], which allows the
observation of SEPs in organic crystals at room tem-
perature. SEPs in organic materials were experimen-
tally demonstrated at room temperature in the 1970s
[7-10]. The SEPs were observed in the Otto config-
uration, where the metal film was replaced with an
organic crystalline solid. In these experiments, a specific
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crystal face was required for the observation of SEPs.
In 2017, by replacement of the metal thin film in the
traditional Kretschmann-Raether configuration [11] with
an organic noncrystalline medium, 5,6-dichloro-2-[[5,6-
dichloro-1-ethyl-3-(4-sulfobutyl)benzimidazol-2-ylidene]
propenyl]-1-ethyl-3-(4-sulfobutyl)benzimidazolium hydr-
oxide (TDBC), Takatori et al. [12] experimentally
observed SEPs under 532-nm illumination at room tem-
perature. The observation of SEPs at room temperature
opens the door to practical applications (e.g., optical
sensing).

Optical sensing has been widely used in environmen-
tal monitoring, immunoassays, medical diagnostics, and
food safety [13—26]. One of the most-popular sensing
mechanisms is based on surface plasmon resonance (SPR)
[27,28], including propagating surface plasmon polaritons
(SPPs) and localized SPR. Similarly to a SEP, a SPP is also
an elementary excitation, which results from the coupling
of photons to plasmons (i.e., free electrons). A classic SPP
sensing structure is based on the Kretschmann-Raether
configuration, prism-metal-analyte [11,26], which is sim-
ilar to the structure (prism-TDBC-air) supporting SEPs
[12]. Considering the similarities and differences between
SPPs and SEPs, we are curious to know whether it is possi-
ble to use SEPs for sensing applications. What will be the
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sensing performance of a SEP sensor as compared with a
conventional SPP sensor? Addressing these questions is of
great importance for the practical application of SEPs.

In this work, we systematically study two types of SEP
sensors based on a prism-TDBC-analyte structure. The
first type is bulk refractive-index (RI) sensing; for exam-
ple, to be used as a gas sensor in the environmental RI
range of 1.0-1.001 [29-31]. For this case, typically, the
change of RI occurs all around the environment. The sec-
ond type is surface RI sensing, which is more relevant to
biosensing [32—34], which is usually conducted in an aque-
ous solution with RI around 1.33. Here, the biomolecules
are adsorbed on the sensor surface and RI variations occur
only within a very small space close to the sensor surface.

In our study, we benchmark the proposed SEP sensors
against conventional SPP sensors.

I1. DESIGN CONSIDERATION AND
THEORETICAL MODEL

To excite SEPs, the traditional SPR structure, a
Kretschmann-Raether configuration [11], is used, where
the surface-plasmon-supporting metal film is replaced by
a TDBC film, as shown in Fig. 1(a). The TDBC is
deposited on a thin glass substrate, and the glass substrate
is attached to a glass prism. The glass prism can be made of
BK7 glass, SF11 glass, or a chalcogenide Ge,oGasSbioSgs
(2S2G) glass, and their RIs under 532-nm illumination are
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1.5195, 1.7948, and 2.4365, respectively [22—24,35]. The
dielectric constant of the TDBC film is calculated by the
following relation [12]:

(1)

e(w) =

where  w,1 =4340cm™!,  w, =4383cm™,
3511em™!, wpy = 11830cm™", wys = 1621 ecm™!, wy =
13570ecm™!,  wp, =15330cm™", wp3 = 16140cm™!,
wos = 16960cm ™", wps = 1810cm™", y; = 2409cm™!,
v»=1352cm™ !, 3 =565.5ecm !,y = 1173em™ !, ys =
561.6cm™!, and w = 1/ is the wave number in reciprocal
centimeters. The real and imaginary parts of the calculated
dielectric constant of the TDBC film as a function of illu-
mination wavelength are shown in Fig. 1(b). The TDBC
film supports SEPs in the illumination wavelength range
from 463 to 589 nm, where the complex dielectric constant
of the TDBC film has a real part less than —1 [12]. For
comparison, the measured complex dielectric constant of
a Au film [36] is also presented in Fig. 1(b), which shows
that the Au film can support SPPs beyond an illumination
wavelength of 589 nm.

For p-polarized light incident on the prism-coupled SEP
structure, the reflection coefficient (7, ) is obtained as

ab3==

_ (cos By —ig3sin Br/q2)q1 — (g3 cos fr — igz sin B)

rp, = : ; ] s
P (cos o — g3 sin Ba/q2)q1 + (g3 cos Br — iqa sin Bo)
(2)
where
2 d. . 1/2
By = - 2 (n% — n% sin? 91) / 3)
and
1/2
(nf — n? sin’ 91>
g = > G=123. @
1

Here ny, ny, and nj are the Rls of the prism, TDBC, and
analyte, respectively, A is the wavelength of incident light,

and 6; = 6 is the incident angle at the base of the prism
(see Fig. 1). The reflectance R, is given by R, = |r,|*.

For sensing applications, a RI variation of the ana-
lyte Ans will cause a change in the reflectivity and the
resonance angle (Af.s) of the SEP. Thus, the angular
sensitivity of a SEP sensor is defined as

AGI‘CS
= m 6]
Another parameter to describe the sensor performance
is the figure of merit (FOM), which is defined as
FOM S/FWHM, where FWHM is the full width
at half maximum, which describes the width of the
reflectance—incident-angle curve. Normally, higher sensi-
tivity S and a larger FOM are desirable for an optical
sensor.

II1. RESULTS AND DISCUSSION

The analyte that directly contacts the TDBC film is a
gaseous analyte or an aqueous solution. In this section,
we discuss the applications of SEPs in gas sensing and
biosensing. The incident light is p polarized with a wave-
length of 532 nm. The complex dielectric constants of
TDBC film and Au film under 532-nm illumination are
—2.5886 + 0.3748i and —4.6811 + 2.4266i, respectively.

A. Gas sensing

The BK7-TDBC-air structure is proposed to excite
SEPs, as shown in Fig. 1(a). A resonance dip in the
reflectance—incident-angle curve is observed [see Fig. 1(c)]
when the SEPs are excited. Here the thickness of TDBC is
60 nm, which gives the deepest resonance dip, as shown
in Fig. 2(a). At the resonance angle, the electric field is
strongest at the interface between the TDBC film and air,
and exponentially decays into air [see Fig. 1(a)]. This prop-
erty of SEPs is similar to that of SPPs [37], which are very
sensitive to ambient RI changes. This in turn makes SEPs a
promising candidate for sensing applications. For example,
this proposed SEP structure can be used for gas sensing.
The resonance angle as a function of the gas (i.e., the ana-
lyte) RI in the range from 1.0 to 1.001 is shown in the Fig.
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FIG. 3. DFOM as a function of thickness of the TDBC film for
the BK7-TDBC-air structure.

1(d). It is found that the resonance angle increases with the
analyte RI, and a RI sensitivity of 118.18° per refractive-
index unit (RIU) is achieved. For comparison, the electric
field distribution, reflectance—incident-angle curve, and RI
sensitivity of a conventional SPP sensor (BK7-Au(40 nm)-
air) are also shown in Fig. 1. Our choice of a 40-nm-thick
Au film results in the reflectance of the SPP sensor being
close to zero at the resonance angle. It is worth noting that
the selected thickness of the Au (or TDBC) film is compa-
rable to the skin depth [38] of Au (TDBC) under 532 nm
illumination, which is about 38 nm (52 nm).

The electric field strength |E,|*> at the Au-air inter-
face for a SPP sensor (typically around 24 for a
30-60-nm-thick Au film; see Fig. S1 in Supplemental
Material [39]) is generally smaller than that at the TDBC-
air interface for a SEP sensor (typically around 11-21 for

a 30-80-nm-thick TDBC film; see Fig. S1 in Supplemen-
tal Material [39]). One typical example is shown in Fig.
1(a). Compared with a SPP, a SEP is a result of the cou-
pling of photons to less-mobile excitons [40], which allows
stronger field confinement at the TDBC surface. How-
ever, a SPP sensor typically has a greater penetration depth
(7081 nm) than a SEP sensor (54—66 nm) (see Fig. S1 in
Supplemental Material [39]). In the case of Fig. 1(a), it is
approximately 80 nm (SPP) versus approximately 57 nm
(SEP). Here the penetration depth is defined as the depth in
the analyte where the maximum amplitude of the electric
field decreases by a factor of 1/e. In addition, the Au-based
SPP sensor exhibits a broader reflectance—incident-angle
curve than does the TDBC-based SEP sensor. The FWHM
for the SPP sensor is 18.91°, while it is 10.63° for the
SEP sensor [see Fig. 1(c)]. The SPP sensor exhibits a RI
sensitivity of 73.64°/RIU, which is about 62.31% of the
sensitivity for the SEP-based gas sensor. The FOM of the
SEP sensor is 11.12RIU~!, about 2.86 times higher than
that of the SPP sensor (FOM 3.89 RIU™!). This reveals
that a SEP sensor is a promising alternative for sensing
technology with higher sensitivity and larger FOM than a
conventional SPP sensor.

The sensitivity of the proposed SEP gas sensor is
strongly affected by the thickness of the TDBC film.
Figure 2(a) illustrates the variation of the reflectance with
the incident angle for a SEP gas sensor with different thick-
nesses of the TDBC film. The resonance angle moves to a
higher angle of incidence. The resonance depth R (i.e.,
the reflectance at the resonance angle) is greatly depen-
dent on the TDBC thickness, which is related to the SEP
excitation. The resonance depth Ry first decreases and

FIG. 4. Reflectance—incident-angle
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then increases with the TDBC thickness. The deepest res-
onance dip is found with the 60-nm-thick TDBC film,
where the excitation of SEPs is strongest. A thick TDBC
film (e.g., 120-nm TDBC film) has a much-shallower
reflectance—incident-angle curve, at which the incident
energy absorbed by the TDBC film is insufficient to excite
a strong SEP. The TDBC-thickness-dependent sensitivity
and FOM are shown in Fig. 2(b). In general, the sensitivity
increases with the thickness of the TDBC film in the range
from 30 to 120 nm in spite of a plateau (90 and 100 nm)
and one drop (from 110 to 120 nm). The FOM monoton-
ically increases with the TDBC thickness. Although SEP
sensors with a thicker TDBC film have greater sensitiv-
ity and FOM, the reflectance—incident-angle curve is much
shallower as compared with the 60-nm-thick-TDBC case.
For example, the SEP gas sensor with a 120-nm TDBC
film exhibits a RI sensitivity of 132.7°/RIU, whereas its
resonance depth R.s = 0.7167 with an ambient RI of 1.0.
This shallow reflectance—incident-angle curve will limit
the applications of the SEP sensor. Here we define another
parameter, DFOM (dip to FoM), as DFOM = FOM/R . to
include the effect of resonance depth Rys. Thus, a larger
DFOM is desirable for a SEP sensor. DFOM, includes

the RI sensitivity, FOM, and resonance depth. DFOM has
a maximum value with a TDBC thickness of 60 nm, as
shown in Fig. 3. Therefore, a 60-nm TDBC film is the best
choice when the sensitivity, FOM, and resonance depth
are taken into consideration. In addition, the SEP gas sen-
sor has higher sensitivity and a larger FOM than the SPP
gas sensor for a film (TDBC or Au) thickness from 30 to
120 nm (see Fig. S1 in Supplemental Material [39]).

B. Biosensing

We have discussed gas sensing with BK7-TDBC-gas
structure. But would this structure operate in a watery
environment? To address this question, the reflectance—
incident-angle curves for the BK7-TDBC-water structure
(RI approximately 1.33) are plotted in Fig. 4(a). The BK7-
based sensor exhibits a very shallow resonance dip and a
resonance angle of approximately 80° with a 30-nm TDBC
film. For a thicker TDBC film, it is hard to excite the
SEPs. By replacing the BK7 prim with an SF11 prism,
we achieve a stronger excitation of the SEPs with the 30-
nm TDBC film, as shown in Fig. 4(b). A resonance depth
Ries = 0.0137 is obtained although the resonance angle
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is approximately 77°. In contrast, the 2S2G-based sen-
sor with a 40-nm TDBC film has a minimum reflectance
of 0.0066 at the resonance angle of 54.08° [see Fig.
4(c)]. From comparison of the reflectance—incident-angle
curves for the three prisms, it is found that the 2S2G
prism is more specifically suited to biosensing. Therefore,
in the following, we focus on the 2S2G-TDBC-analyte
structure and discuss its sensor performance in a watery
environment.

For biosensing applications, the analyte is an aqueous
solution, and the RI range we consider is 1.33—1.36. The
TDBC-thickness-dependent RI sensitivity and FOM for
the SEP biosensor with the 2S2G-TDBC-water structure
are shown in Fig. 4(d). The RI sensitivity first increases
and then decreases with the TDBC thickness, which is dif-
ferent from the behavior for the SEP-based gas sensor [see
Fig. 2(b)]. The maximum sensitivity of 140.43°/RIU is
achieved with the 40-nm TDBC film, while the 50-nm-
thick-TDBC-based SEP sensor has a similar sensitivity
of 139.93°/RIU. The FOM exhibits the same behavior
as that of the RI sensitivity, and the maximum FOM
of 6.27RIU! is obtained with the 40-nm TDBC film.
In addition, the parameter DFOM also suggests the SEP
biosensor with a 40-nm TDBC film has the best sensing
ability.

A comparison of the SEP-based biosensor and the SPP-
based biosensor is presented in Fig. 5. Here the structure
of the SEP-based biosensor is 2S2G-TDBC(40 nm)-water,
while the structure of the SPP biosensor is BK7-Au(20
nm)-water. This choice of SEP-biosensor (SPP-biosensor)
structure provides the maximum RI sensitivity for the SEP-
based (SPP-based) biosensor (see Fig. 4 and Figs. S2—S4
in Supplemental Material [39]). The reflectance—incident-
angle curves for the SEP and SPP biosensors are shown in
Figs. 5(a) and 5(b), respectively. The SEP biosensor has a
smaller resonance depth but a larger FWHM than the SPP
biosensor. The electric field strength at the TDBC-water
interface for the SEP biosensor is much higher than that at
the Au-water interface for the SPP biosensor [see Figs. 5(c)
and 5(d)]. However, the electric field decays more quickly
in water for the SEP biosensor as compared with the SPP
biosensor. The penetration depth of the SEP biosensor is
approximately 29 nm, whereas it is approximately 67 nm
for the SPP biosensor.

The variation of resonance angle with the RI of the
aqueous solution for the SEP biosensor is shown in
Fig. 5(e). The resonance angle increases with the ana-
lIyte RI, and a RI sensitivity of 140.43°/RIU is achieved.
The SPP biosensor with the BK7-Au(20 nm)-water struc-
ture exhibits a RI sensitivity of 124°/RIU, which is
less than that of the SEP biosensor. The FOM of the
SPP biosensor is 7.26 RIU~!, which is higher than
that of the SEP biosensor (6.27 RIU™!). Therefore,
the SEP is also a promising technology for biosensing
applications.
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FIG. 6. (a) Sensitivity and (b) FOM for SEP and SPP biosen-
sors as a function of the RI variation thickness.

The RI variations in the SEP and SPP biosensors occur
within the whole analyte, which refers to the bulk RI vari-
ations. Accordingly, the sensitivity and FOM related to
the bulk RI variations are known as “bulk sensitivity”
and “bulk FOM.” Besides the bulk sensing, the RI change
occurs within a very small space (i.e., finite thickness in the
analyte) close to the surface of the biosensor and is called
“surface RI variations.” The RI sensitivities and figures of
merit for the SEP and SPP biosensors as a function of the
RI variation thickness are shown in Fig. 6. The surface RI
sensitivity (surface FOM) is smaller than the bulk RI sen-
sitivity (bulk FOM). For example, within the RI variation
occurs in a thickness of 5 nm, the SEP biosensor exhibits a
surface RI sensitivity of 20.79° /RIU, 14.8% of the bulk RI
sensitivity of the SEP biosensor (140.43°/RIU). The sur-
face FOM is 0.93 RIU™!, whereas the bulk FOM of the
SEP biosensor is 6.27 RIU™!. The surface RI sensitivity
(FOM) increases with the RI variation thickness, and trans-
forms to the bulk RI sensitivity (FOM) for a large-enough
RI variation thickness, as shown in Fig. 6. The SPP biosen-
sor has lower RI sensitivity than the SEP biosensor for
both surface and bulk sensing. The SEP biosensor exhibits
a larger surface FOM but a smaller bulk FOM than the SPP
biosensor.

IV. CONCLUSION

In this work, a room-temperature SEP sensor is
explored by our replacing the metal film in the
Kretschmann-Raether configuration of a conventional SPP
sensor with TDBC film. The excitation of the SEP results
in a strong electric field at the interface of TDBC and
the analyte, and exponentially decays into the analyte, and
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is sensitive to the analyte RI variations. The proposed
SEP gas sensor exhibits significant superiority in terms
of RI sensitivity over the conventional Au-based SPP gas
sensor. The bulk sensitivity of 118.18°/RIU with a bulk
FOM of 11.12 RIU™! is achieved in the RI range from
1.0 to 1.001 for the SEP gas sensor, while the traditional
Au-based SPP gas sensor exhibits a bulk RI sensitivity
of 73.64°/RIU with a bulk FOM of 3.89 RIU"!. The
SEP based biosensor with the 2S2G-TDBC-analyte struc-
ture has higher bulk RI sensitivity (140.43°/RIU) but a
smaller bulk FOM (6.27 RIU™!) than the SPP biosensor
with the BK7-Au-analyte structure (sensitivity 124°/RIU,
FOM 7.26 RIU™!) in the RI range from 1.33 to 1.36. In
terms of surface RI sensing, both the surface RI sensitiv-
ity and the surface FOM of the SEP sensor exceed those
of the SPP biosensor. With the excellent sensor perfor-
mance, the proposed SEP-based sensor may provide an
alternative to previous sensing technology based on SPPs.
It should be noted that the TDBC film fabricated with a
spin-coating technique has a larger surface roughness as
compared with Au film in SPP sensors. Thus, the thick-
ness control of TDBC film is an important factor impacting
the sensing ability of the SEP sensor. In addition, organic
materials, such as polymers, have been widely used in SPP
sensors to capture biomolecules, ions, and gases, aiming
to increase the selectivity, stability, and sensitivity [41—
46]. Therefore, a SEP sensor with organic materials (e.g.,
TDBC) may have high affinity and selectivity for the target
molecules.
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