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Final Report for AFOSR Contract FA 9550-17-1-0242
Patrick M. Lenahan
Pennsylvania State University
University Park, PA 16802
During the past four years we have worked to develop electrically detected electron nuclear double
resonance (EDENDOR). The conventional resonance technique known as electron nuclear double
resonance (ENDOR) has been an exceptionally powerful tool in the study of the immediate
surroundings of defects in semiconductors and insulators for quite some time.[1] Unfortunately,
conventional ENDOR has never been very useful in the study of semiconductor device problems
because it has a sensitivity typically two to three orders of magnitude less than that of the sensitivity
of the conventional electron paramagnetic resonance (EPR) technique upon which it is based.[2] Since
conventional EPR sensitivity is about 1010 total electron spins within the sample under study,
conventional ENDOR sensitivity is, at best, about 1012 total defects. This number is far too large for
studies of defects within meaningful micro or nano technology devices.
The technique of electrically detected magnetic resonance (EDMR) offers a possible solution to the
sensitivity limits of ENDOR. EDMR sensitivity is about seven orders of magnitude more sensitive
than that of conventional EPR, around 103 total defects (with considerable effort). [3,4] By combining
the sensitivity of EDMR with ENDOR we hoped to develop a new technique with all of the analytical
power of ENDOR and a sensitivity so greatly enhanced that it would allow meaningful measurements
in micro and nanotechnology scale devices. In this effort we have been largely successful,
demonstrating EDENDOR, for the first time, in a fully processed semiconductor device, a pn junction
diode. We have also demonstrated EDENDOR in thin films of amorphous hydrogenated silicon and
thin films of amorphous boron. (It should be pointed out that our work does not constitute the first
observation of electrically detected ENDOR. Two other studies were published previously, neither
involving a fully processed device and both involved relatively weak ENDOR responses. [5,6])
In the pn junction study we utilized EDMR detection through spin dependent recombination (SDR)
EDMR. In the amorphous boron and amorphous silicon study we utilized spin dependent trap assisted
tunneling (SDTAT) EDMR. In the SiC pn junction we observed matrix EDENDOR, an ENDOR
response which detected the nuclear resonance of distant atomic sites without providing hyperfine
results, that is without providing information about the interaction between the observed nuclei and
the unpaired electron at the paramagnetic site. In the amorphous boron and amorphous hydrogenated
silicon measurements, we were able to extract some hyperfine results.
One might ask: why report on these three materials systems? We had hoped to investigate more
systems and hope we may at some point do this. However, we believe our measurements on these
three very different systems provide very direct completely unambiguous demonstrations that we are
indeed observing EDENDOR. The ENDOR frequencies observed were, within experimental error,
exactly what would be anticipated of the relevant nuclei. In the case of the heavily nitrogen doped
diodes, we observed the EDENDOR response at exactly that of nitrogen NMR at the magnetic fields

DISTRIBUTION A: Distribution approved for public release.

utilized. For amorphous hydrogenated silicon, we observed the EDENDOR response at exactly that
of hydrogen NMR at the magnetic fields utilized. In the amorphous boron films, we observed the
EDENDOR response at exactly that of the NMR frequencies of the two boron isotopes. (By “exactly,”
I mean within one or two per cent of the very precisely known values.)
Furthermore, the three systems involved significantly different detection methods. In the SiC pn
junction diodes, we utilized spin dependent recombination for the EDENDOR detection. In the
amorphous boron and amorphous hydrogenated silicon devices we utilized spin dependent trap
assisted tunneling detection. In the SiC pn junction and the amorphous silicon film, the measurements
were made at room temperature. In the case of the amorphous boron samples, the measurements were
made at slightly lower temperatures, about 250K.
The work in this project involved the construction of an EDENDOR spectrometer and, in so doing,
solving moderately challenging technology problems which initially limited our progress. The
EDENDOR spectrometer design is discussed in a paper which we published in the Review of
Scientific Instruments. The observations of EDENDOR in the SiC pn junction diode and in amorphous
hydrogenated silicon are discussed in two papers in Applied Physics Letters. A paper dealing with the
amorphous boron EDENDOR has also recently been submitted to Applied Physics Letters.
Several other papers have resulted from this AFOSR sponsored study which do not directly focus on
EDENDOR, but which grew out of some aspect of the work. Most significantly among this work is a
paper in the Journal of Applied Physics, first authored by (now former) graduate student Mark Anders
and co-authored by AFRL physicists Arthur Edwards and Renee van Ginhoven and Sandia physicist
Peter Schultz. The work deals with an indirect measure of nearby nitrogen hyperfine interactions
with silicon vacancies very near the SiC-oxide interface of 4H SiC MOSFETs. The work compares
experiment and theory: fairly crude hyperfine measurements and electronic interface density of states
determined from EDMR with theoretical calculations of the same things.
We also published two papers dealing with ultra-low field and frequency EDMR in SiC devices. These
papers were first authored by James Ashton who has recently joined NIST, Gaithersburg. This work
was supported in part by the AFOSR contract but also by the US Army Research Laboratory At the
extremely low magnetic fields used in these studies, a few tenths of a milli Tesla to a few milli Tesla,
EDENDOR would involve audio frequency NMR. Audio frequencies have, to the best of our
knowledge, never been utilized in ENDOR of any kind. The very low frequencies would eliminate
some of the electronic problems in the EDEDMR measurements and would also allow us to apply
extremely large amplitude oscillating magnetic fields for both the electron paramagnetic resonance
and nuclear magnetic resonance involved the EDENDOR measurement. Unfortunately, in part due to
the COVID restrictions placed on my laboratory, we were not able to extend these studies to
EDENDOR. However, we were able to observe some ultra-low field resonance effects which have
rarely been observed in any spin system.
Several students who were supported in significant part by this contract have completed their Ph.D.
studies:
Brian Manning (now at Keysight Technology R and D Center, Santa Rosa, California)
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Mark Anders (now at NIST, Gaithersburg)
Duane McCrory (now at Keysight, Santa Rosa)
James Ashton (now at NIST Gaithersburg).
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ABSTRACT
We demonstrate high signal-to-noise electrically detected electron-nuclear double resonance measurements on fully processed bipolar junction transistors at room temperature. This work indicates that the unparalleled analytical power of electron-nuclear double resonance in the
identiﬁcation of paramagnetic point defects can be exploited in the study of defects within fully functional solid-state electronic devices.
Published under license by AIP Publishing. https://doi.org/10.1063/1.5108961

INTRODUCTION
The performance of nearly all present-day solid-state electronic
devices is strongly inﬂuenced by the presence of various point
defects, both intrinsic and extrinsic. The family of electron paramagnetic resonance (EPR) techniques has unparalleled analytical
power to identify the structural and chemical nature of point defects
in semiconductors and insulators.1,2 Among all EPR techniques,
arguably, electron-nuclear double resonance (ENDOR) is the most
powerful one to characterize the nuclei responsible for hyperﬁne
splitting.3 ENDOR combines EPR and nuclear magnetic resonance
(NMR). In ENDOR, one observes a change in the EPR response
due to NMR at nearby magnetic nuclei. ENDOR can often provide
extremely detailed information about the point defect structure and
chemistry. Unfortunately, conventional EPR measurements are
almost never capable of measurements in practical solid-state electronic devices. Conventional EPR has a sensitivity on the order of
10 × 109 total paramagnetic sites.4 ENDOR sensitivity is typically
several orders of magnitude less than that of EPR. These numbers
are far higher than the number of defect centers in most modern
micro- and nanoscale devices.
Electrically detected magnetic resonance (EDMR) measurements
involve the observation of EPR through changes in current or voltage
in a solid-state device.5 EDMR detected EPR oﬀers a sensitivity of at
least 107 times better than that of conventional EPR and is exclusively
sensitive to defects that directly aﬀect the device performance.6
EDMR thus allows EPR measurements to be made in state-of-the-art
semiconductor devices and to directly identify defect centers involved
in the device performance.7 In this work, we show that EDMR

detection can be utilized to observe ENDOR in a fully processed
device, a bipolar junction transistor (BJT) at room temperature, with
a relatively high signal-to-noise ratio. This work indicates that electrically detected electron-nuclear double resonance (EDENDOR) has
the potential to provide enormous analytical power in the study of
performance limiting (and performance enhancing) defects in electronic devices of technological interest.
ELECTRON PARAMAGNETIC RESONANCE (EPR)
A basic understanding of the conventional EPR measurement is required to understand both EDMR and EDENDOR. In
continuous wave EPR measurements, the response of paramagnetic centers to a large slowly varying magnetic ﬁeld in combination with an oscillating magnetic ﬁeld is observed. For paramagnetic
defects with spin S ¼ 1=2, this slowly varying magnetic ﬁeld provides an energy diﬀerence between the two values of the electron
spin quantum number: ms ¼ þ 12 and ms ¼  12. When the frequency of the oscillating magnetic ﬁeld, v, times Planck’s constant, h, is equal to this energy diﬀerence, electron spins can be
“ﬂipped.” In the case of the free electron, that is, the case in
which the unpaired electron is otherwise unaﬀected by its surroundings, the resonance condition is expressed as2
hv ¼ ge μB B:

(1)

Here, ge is the Landé g value (ge ¼ 2:00232 . . . ), μB is the
Bohr magneton, and B is the magnitude of the applied magnetic
ﬁeld. In nearly all conventional EPR measurements, the sample is
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placed into a microwave resonator with a high quality factor (Q)
providing the oscillating magnetic ﬁeld of frequency v and subjected
to a perpendicular magnetic ﬁeld, which slowly varies at approximately 1 G/s. EPR measurements are most commonly performed
using X-band frequencies (v  9:75 GHz) in combination with large
magnetic ﬁelds in the range of B  3500 G: The analytical power of
EPR comes from deviations from the free electron resonance case
of (1). When the electron is placed in a paramagnetic defect in real
material systems, the EPR response is altered by the local environment. There are two primary factors that make the resonance condition system dependent: spin orbit coupling and electron-nuclear
hyperﬁne interactions (other factors play important roles under
some circumstances). Spin orbit coupling changes the Landé ge to
an orientation dependent value generally expressed as a second rank
tensor. Electron-nuclear hyperﬁne interactions are interactions
between the paramagnetic defect site and nearby nuclei with magnetic moments. These hyperﬁne interactions result in a splitting of
the energy levels of the system. Considering both spin orbit coupling
and electron-nuclear hyperﬁne interactions with a single nearby
magnetic nucleus, the resonance condition becomes2,8
hv ¼ gμB B + mA:

(2)

The free electron ge is replaced by an orientation dependent g,
which is usually expressed as a second rank tensor, m is the nuclear
spin quantum number of the nearby magnetic nucleus, and A is
the electron-nuclear hyperﬁne coupling due to that nucleus also is
usually expressed as a second rank tensor. Expressing the hyperﬁne
coupling as a second rank tensor accounts for anisotropy in the
parameter. Accurately measuring the frequency v of the microwave
resonance ﬁeld and the magnetic ﬁeld at resonance allows for the
identiﬁcation of the chemical and physical nature of atomic scale
defects as the resonance condition is highly dependent upon the
defect and local surroundings of the defect. In general, adding
more nearby magnetic nuclei complicates the EPR response. This
can result in unresolved or poorly resolved hyperﬁne interactions,
which can make the detailed analysis of conventional EPR measurements extremely hard, if not impossible.
ELECTRICALLY DETECTED MAGNETIC RESONANCE
(EDMR)
As mentioned previously, conventional EPR sensitivity is
about 1010 total paramagnetic defects in a sample, greatly limiting
its application to the study of defects in state-of-the-art microand nanoscale devices. EDMR is a variation of EPR in which a
change in the device current is measured at resonance rather
than a change in microwave absorption. EDMR may be detected
using ( primarily) two diﬀerent techniques: spin dependent
recombination (SDR)9–11 and spin dependent trap assisted tunneling (SDTAT).12–16 In this study, we detect EDMR via SDR in
the base-emitter junction of a 4H-SiC bipolar junction transistor
(BJT).17 A qualitative understanding of SDR/EDMR can be provided by the Shockley-Read-Hall model for recombination. An
electron in the conduction band is trapped by a deep level defect.
A hole in the valence band is then trapped by the same defect,
resulting in electron and hole recombination. (The sequence of the
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electron and hole capture can, of course, be reversed.) This process
can be spin dependent. For example, if the conduction band electron and a paramagnetic defect electron have the same spin
quantum number, the capture event will be forbidden by the Pauli
Exclusion Principle. When the resonance condition for the defect
is met, the spin of the defect electron ﬂips and the forbidden transition becomes allowed. SDR is most eﬀective for defect centers
near the middle of the energy gap.
ELECTRON-NUCLEAR DOUBLE RESONANCE (ENDOR)
The most powerful technique for deconvoluting electron-nuclear
hyperﬁne interactions and identifying the structural environment of paramagnetic defects in semiconductors and insulators
is ENDOR.3,18–22 In a conventional ENDOR measurement, the
EPR response is ﬁrst measured. The magnetic ﬁeld is then ﬁxed
at the ﬁeld that results in (typically) the maximum microwave
absorption, and a radio frequency (RF) is swept. When the RF
induces nuclear resonance at a site near the defect observed in
EPR, a change in the EPR amplitude is observed. Every atomic
isotope with a nuclear moment has a unique relationship
between the NMR RF and the magnetic ﬁeld. Measuring the
response of the EPR amplitude as a function of applied NMR RF
thus directly allows for the identiﬁcation of the nuclear species.
It can also provide quite detailed information about the physical
location of magnetic nuclei near the paramagnetic defect under
observation. This is easiest to visualize for the simple case
of a defect electron spin (S) ¼ 1=2 and a nearby nuclear spin
(I) ¼ 1=2 for a single value of isotropic hyperﬁne interaction, a.
In this
 case,
 the ENDOR response condition will be given by
v ﬃ vn + a2. Thus, there are two responses to be considered:
when half the hyperﬁne
constant is greater than the
  coupling

nuclear frequency a2 . vn and when half the hyperﬁne cou 

pling constant is less than the nuclear frequency a2 , vn . For
the ﬁrst case, the expected
ENDOR response would be two lines

centered about a2 and split by 2vn . For the second case, the
expected ENDOR response would be two lines centered about vn
and split by jaj. Somewhat more complex responses can occur
for I . 1=2 due to the presence of nuclear quadrupole moments.
The presence of a nuclear quadrupole moment
changes
the


ENDOR response frequency conditions to v ﬃ a2 + vn + Q, where
Q depends upon the electric ﬁeld gradient at the nucleus and the
nuclear quadrupole moment.
TABLE I. Select nuclear frequencies for a magnetic ﬁeld of 3366 G.

Nucleus
1

H
C
14
N
17
O
27
Al
29
Si
31
P
13

Spin I

Natural abundance (%)

vn (MHz)

1/2
1/2
1
5/2
5/2
1/2
1/2

99.9885
1.07
99.636
0.038
100
4.685
100

14.3337
3.605
1.0361
1.9439
3.7379
2.8499
5.8077
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If relatively distant nuclei are involved with a relatively small
hyperﬁne interactions and quadrupole contributions, multiple
closely spaced ENDOR lines will yield a single response centered
upon the NMR frequency corresponding to the magnetic ﬁeld utilized in the measurement. Our EDENDOR measurements correspond to this set of circumstances. A list of nuclear frequencies of
relevant atomic nuclei is provided in Table I.23
ELECTRICALLY DETECTED ELECTRON-NUCLEAR
DOUBLE RESONANCE (EDENDOR)
EDENDOR has not previously been demonstrated in a fully
functional device of any kind. (The limited number of EDENDOR
studies that have been performed involved spin dependent photoconductivity measurements on shallow P donors in Si and Pb
centers at the Si=SiO2 interface. Both studies involved metal/insulator/semiconductor structures.)24,25 The EDENDOR spectrometer
is schematically shown in Fig. 1. There are several additions to a
standard EDMR spectrometer. The sample is placed into the
microwave cavity and aligned with a single loop antenna. The
NMR RF sweep is supplied to this loop via a Fluke arbitrary
waveform generator (AWG), which is 100% amplitude modulated
at a frequency of 250 Hz. This essentially turns the signal on and
oﬀ at 250 Hz in order to obtain the highest possible signal-to-noise
ratio. To perform the EDENDOR measurement, the EDMR response
is ﬁrst measured. Next, the magnetic ﬁeld is held constant at
various positions along the EDMR response and the NMR RF
sweep is performed from 10 kHz to 15 MHz while the device current
is measured.

scitation.org/journal/jap

EXPERIMENTAL DETAILS
All measurements are performed on 4H-SiC BJTs mounted
onto a simple printed circuit board (PCB). The device fabrication
and characterization have been described elsewhere.26 Electrical
contact is made to the device using standard wire bonds. The
device base-emitter junction is forward biased below the built-in
voltage and current is measured out of the base contact with the
collector grounded. The BJTs are heavily doped with nitrogen as
the n-type dopant and aluminum for the p-type dopant.26 The
device is placed inside the homemade spectrometer as depicted in
Fig. 1. The spectrometer consists of a 4 in. Resonance Instruments
electromagnet, a HP 6268B DC power supply, and a LakeShore
Cryotronics 475 DSP temperature-compensated Gaussmeter and
Hall probe for the magnetic ﬁeld control. Microwaves of frequency
v ¼ 9:358 GHz are generated by a Micro-Now model 8330A microwave bridge and guided using standard microwave plumbing to a
TE102 microwave cavity. A Fluke 291AWG supplied the NMR RF
sweep in combination with a LeCroy WaveRunner 6100A 1 GHz
oscilloscope for power ﬂattening and Rigol DG4162 for frequency
counting. For EDENDOR, a SR 830 DSP lock-in provides lock-in
detection to the amplitude modulation scheme. For EDMR, the
computer provides lock-in detection. All data acquisition is performed in custom-made software.
RESULTS
The EDMR response obtained on the BJT using the previously described biasing conditions is shown in Fig. 2. The linewidth of the central part of the spectrum is 3.4 G and zero-crossing

FIG. 1. A schematic of the EDENDOR spectrometer. For EDMR, the NMR RF loop and NMR AWG are bypassed, and the device current is monitored as the magnetic
ﬁeld is swept. For EDENDOR, the magnetic ﬁeld is held constant, while the NMR AWG supplies a RF sweep and the device current is monitored.
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FIG. 2. Measured EDMR response as a function of the applied magnetic ﬁeld.
The central feature has zero-crossing g ¼ 2:003 and a linewidth of 3.4 G. A very
similar EDMR spectrum has been linked to a VSi defect in 4H-SiC MOSFETs.

g ¼ 2:003 + 0:0003. This main EDMR response is isotropic. It
should be mentioned that a very similar EDMR spectrum has been
linked to a silicon vacancy (VSi ) in 4H-SiC MOSFETs.17 Assuming
that recombination centers are evenly distributed within the space
charge region, the recombination current of the junction to a reasonable approximation is17,27

Jr ¼


qni W
(vth Nt σ)exp(qVa =2kT):
2

FIG. 3. Calculated recombination current Jr (top) vs SDR (bottom) as a function
of junction bias. Note that the SDR response closely corresponds to the calculated response except for a shift of several tenths of a volt. This shift is primarily
due to a modest bias provided by the microwave ﬁeld.

(3)

Here, vth is the thermal velocity, Nt is the density of recombination defects, σ is the defect capture cross section, ni is the intrinsic carrier concentration, Va is the forward bias, and W is the width
of the depletion region. The width of the depletion region is17,27
sﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃ
2ε(Na þ Nd )(Vbi  Va )
:
W¼
qNa Nd

(4)

Here, ε is the permittivity, Na is the density of ionized acceptor atoms, Nd is the density of ionized donor atoms, and Vbi is the
built-in voltage of the pn junction. Figure 3 provides a comparison between the theoretical recombination current and the measured EDMR via SDR response as a function of applied forward
bias. There is a semiquantitative correlation between the experiment and the simple theory. (The primary cause for the diﬀerence
between the calculated and observed peak response is external
device biasing due to the microwaves.) The EDMR response
observed in these 4H-SiC BJTs is due to recombination at defects
in the space charge region.
The EDENDOR response obtained with the magnetic ﬁeld
held constant near the maximum of the EDMR response

FIG. 4. The EDENDOR response (black) measured for a constant magnetic
ﬁeld of 3366 G. The large response peaks at 1.04 MHz. The nuclear frequency
for nitrogen at this ﬁeld is 1.036 MHz. The EDENDOR response for a constant
magnetic ﬁeld of 3000 G is shown in blue for comparison.
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(“on resonance” = 3366 G) is compared to the EDENDOR response
with the magnetic ﬁeld held constant when there is no EDMR
response (“oﬀ resonance” = 3000 G) in Fig. 4. A large EDENDOR
response is observed at an NMR RF of v ¼ 1:04 MHz. Referring back
to Table I, the only magnetic nucleus that could generate this response
is 14N, with a 99.636% naturally abundant spin 1 magnetic nucleus
and corresponding ENDOR frequency of vn ¼ 1:036 MHz at this
magnetic ﬁeld. The results demonstrate that nitrogen nuclei in the
vicinity of the VSi defect centers are being detected with EDENDOR.
A comment should be made about the asymmetry of the
EDENDOR response shown in Fig. 4. Features associated with
distant ENDOR can be asymmetric, in which one side rises quickly
and the other decays slowly. Such behavior has been as linked to
long nuclear spin relaxation times.19,28
Further conﬁrmation that the observed response is indeed
EDENDOR is shown in Fig. 5. The top portion of the ﬁgure contains the EDMR response as shown in Fig. 2 previously. The
middle portion of the ﬁgure contains the integrated intensity of
this EDMR response. The bottom portion of the ﬁgure shows the
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amplitude of the 1.04 MHz EDENDOR response as a function of
the constant magnetic ﬁeld. The amplitude of the response tracks
quite well with the EDMR response, as would be expected of a conventional ENDOR response.
CONCLUSIONS
In this work, we show that the powerful magnetic resonance
technique known as ENDOR can be utilized in a fully processed
solid-state device, a bipolar junction transistor, using EDMR detection. Although this work is not the ﬁrst observation of electrically
detected ENDOR, to the best of our knowledge, the technique has
not previously been demonstrated in a fully functional device of any
kind. The apparatus and overall approach are relatively straightforward. Our work indicates that this approach could be widely applicable in semiconductor device studies.
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ABSTRACT
We report on the electrical detection of electron nuclear double resonance (EDENDOR) through spin-dependent tunneling transport in an
amorphous hydrogenated silicon thin ﬁlm. EDENDOR offers a many orders of magnitude improvement over classical ENDOR and is exclusively sensitive to paramagnetic defects involved in electronic transport. We observe hyperﬁne interactions with 1H nuclei very close to
silicon dangling bond defects. These observations substantially extend recent EDENDOR observations involving silicon vacancy defects and
14
N hyperﬁne interactions with fairly distant nitrogen atoms in 4H-SiC bipolar junction transistors. We have improved the detection scheme
utilized in the earlier study by combining magnetic ﬁeld modulation with RF amplitude modulation; this combination signiﬁcantly improves
the operation of the automatic power leveling scheme and the overall sensitivity.
Published under license by AIP Publishing. https://doi.org/10.1063/5.0041059

The performance and reliability of solid-state electronic devices
are dominated by point defects. Magnetic resonance techniques offer
unparalleled analytical power in the identiﬁcation of paramagnetic
defects in semiconductors and insulators.1 The basis for this magnetic
resonance detection is electron paramagnetic resonance (EPR).
Analysis of the EPR response provides information about the chemical
nature and atomic-scale structure of defects present in the sample. The
sensitivity of conventional EPR is roughly 1011 paramagnetic defects
per mT linewidth.2 Unfortunately, this number far exceeds the number of performance-limiting defects in technologically relevant nanoscale solid-state devices. The related EPR technique, electron nuclear
double resonance (ENDOR), can provide extremely detailed information about the immediate surroundings of paramagnetic defects by
observing small hyperﬁne interactions between paramagnetic defects
and nearby magnetic nuclei.3–6 Since the ENDOR response is typically
several orders of magnitude smaller than that of conventional EPR, it
is even less suitable than conventional EPR for studies of nanoscale
devices. The sensitivity of conventional EPR can be enormously
improved via electrically detected magnetic resonance (EDMR).
EDMR is an EPR-based technique in which the EPR response is
extracted from an electrical measurement that monitors spindependent transport.7–14 EDMR sensitivity is typically around seven
orders of magnitude better than classical EPR detection.15,16 EDMR

has proven to be quite valuable in studies of atomic-scale imperfections in nanoscale solid-state electronics as well as semiconducting
and insulating materials.11–14 By utilizing EDMR detection, the sensitivity of ENDOR may be enhanced by many orders of magnitude with
electrically detected ENDOR (EDENDOR). EDENDOR was ﬁrst
reported on relatively large volume samples.6,17 Quite high sensitivity
EDENDOR was recently reported in measurements on a fully functional 4H-SiC bipolar junction transistor.18,19 In this study, we extend
the earlier work, all of which involves spin dependent recombination
(SDR), to EDEDNOR detected through spin dependent trap assisted
tunneling (SDTAT). More importantly, the earlier studies all dealt
with matrix ENDOR. In matrix ENDOR, the response from magnetic
nuclei distant from paramagnetic defects is observed in which hyperﬁne interactions are not measured. In this work, we extract hyperﬁne
parameters with modest precision.
In EPR, the response of paramagnetic defect centers to the simultaneous application of a quasi-static ﬁeld and small RF or microwavefrequency ﬁeld is observed. A difference in energy is caused by the
interactions of the electron magnetic moment with a magnetic ﬁeld.
The application of an oscillating magnetic ﬁeld with frequency, v,
times Planck’s constant, h, equal to this difference in energy induces
resonance. For a free electron unperturbed by its local surroundings,
the resonance condition is1
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DE ¼ hv ¼ ge lB B:

(1)

Here, DE is the difference in energy between the spin states, ge is the
Lande g value (ge ¼ 2:002 32…Þ, lB is the Bohr magneton, and B is
the magnitude of the large quasi-static magnetic ﬁeld. The resonance
condition is altered by a defect’s surroundings. The most common
mechanisms of these alterations are spin–orbit coupling and electronnuclear hyperﬁne interactions. Taking into account these factors, the
resonance condition is modiﬁed and becomes1,20
X
DE ¼ hv ¼ glB B þ
mA:
(2)
i i i
Here, g is a second rank tensor and mi is the nuclear spin quantum
number of the ith nearby magnetic nucleus; Ai is also typically represented by a second rank tensor representing the electron-nuclear
hyperﬁne coupling. However, for the observation reported herein, the
hyperﬁne interactions may be taken to be constants. By measuring the
magnetic ﬁeld at resonance and the frequency v, the physical and
chemical nature of atomic scale defects can be identiﬁed.
The EDMR in this study is detected through SDTAT.21–23 In
SDTAT, electrons tunnel from defect to defect. The tunneling is forbidden between two adjacent defects if unpaired electrons at both
defects have the same spin quantum number by the Pauli exclusion
principle. However, if we ﬂip the spin of one of the unpaired electrons,
the previously forbidden tunneling event becomes allowed. This is
observed as an increase in current through the device.24
In classical ENDOR measurements, the EPR response is ﬁrst
measured.25 The magnetic ﬁeld is then held constant at a ﬁeld that
results in EPR microwave absorption. An oscillating magnetic ﬁeld
with the ﬁeld vector perpendicular to the large applied ﬁeld is swept
over a frequency range that induces nuclear resonance at a site near
the defect observed in EPR. When this occurs, the amplitude of the
EPR response can change.25 Measuring the EPR amplitude as a function of frequency allows for a measurement of the frequency, vn , at
which nuclear magnetic resonance (NMR) takes place.

scitation.org/journal/apl

The ENDOR response is easiest to describe for the case of a defect
with electron spin ðSÞ ¼ 12 and a nearby nuclear spin ðI Þ ¼ 12 for a single isotropic value of hyperﬁne interaction,a. In this
 case, the ENDOR
response condition will be given by v ﬃ vn 6 a2 (this is the case for
our study). Somewhat more complex responses can occur. For example, if I > 12, the presence of nuclear quadrupole moments changes the


ENDOR response frequency conditions to v ﬃ a2 6vn 6Q, where Q
depends upon the electric ﬁeld gradient at the nucleus and the nuclear
quadrupole moment.
The EDENDOR spectrometer design used in that study is shown
in Fig. 1 and is described in detail in a recent paper.19 The EDENDOR
spectrometer used in this study is somewhat modiﬁed from the one
described in earlier work. The sample is placed into the microwave
cavity and aligned with a single loop antenna. The NMR RF sweep is
supplied to this loop via a Fluke-291 arbitrary waveform generator
(AWG). In prior EDENDOR experiments, the magnetic ﬁeld, B0 , was
ﬁxed and the NMR frequency sweep was 100% amplitude modulated
for phase-sensitive detection. In the work reported here, we improve
upon the detection sensitivity of the earlier study by using double
modulation. We modulated both the B0 ﬁeld and utilized a 100%
amplitude modulation of the NMR RF frequency sweep. Double modulation was used in conjunction with an automatic power leveling
scheme via a proportional integral differential (PID) controller, which
almost completely removes the non-resonant-background that otherwise obscures the EDENDOR spectrum.17,19
We conducted an EDENDOR experiment on a 10 nm amorphous hydrogenated silicon thin ﬁlm (a-Si:H) (99% Si, 1% H) on p-Si
(100) wafers with Ti/Al metal contacts with an area of 0:020 cm2 . The
spin density in these structures is approximately 5  1018 cm3 ; thus,
the number of paramagnetic defect sites in the sample is about 1011
spins. The ﬁlm in this study was deposited via plasma enhanced chemical vapor deposition. The device was diced from the wafer via a diamond scribe and mounted to a printed circuit board. The electrical

FIG. 1. EDMR/EDENDOR spectrometer schematic.
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connections from the device to the leads were made via wire bond.
These measurements were performed at room temperature. The
EDENDOR measurements were taken at the magnetic ﬁeld at the center of the EDMR spectrum (zero-crossing), as well as several points on
each side of the center. The representative EDMR spectrum is illustrated in Fig. 2. EDENDOR measurements are limited by multiple
sources of noise, which inﬂuence the EDMR detection such as shot,
ﬂicker, and thermal noise.26 Due to the extremely high defect density
of this device, the EDMR response is quite strong and these noise sources do not prevent an extremely high EDMR signal-to-noise ratio. The
EDMR response is consistent with SDTAT currents through silicon
dangling bond sites.27 The center ﬁeld of the EDMR response is
332:2 mT and the response is 0:7 mT wide. The measured zerocrossing g ¼ 2:0055 6 0:0003 is consistent with silicon dangling
bonds, a result widely reported on a-Si:H samples analyzed using EPR
techniques.12,15,28,29
To observe the EDENDOR response, the magnetic ﬁeld was
modulated at 3350 Hz with an amplitude of 0:4 mT (approximately
half the linewidth). The RF was 100% amplitude modulated at 250 Hz.
This modulated response is detected through a virtual lock-in ampliﬁer (VLIA) with two demodulation stages. The VLIA was written in
LabVIEW 2018 and utilizes two mixing stages in which it is multiplied
by a reference sinusoid with an adjustable phase. After each mixing
phase, there is a low-pass ﬁlter with an adjustable time constant. The
ﬁrst demodulates the ﬁeld modulated response with a small time constant of approximately 0.6 ms. The short ﬁrst stage time constant is
necessary in order to pass the 250 Hz amplitude modulated response
to the second lock-in. To demonstrate that the response of the system
is EDENDOR and not some artifact, we repeated the identical measurement but with the ﬁeld shifted from the EDMR resonance condition of 332:2 mT to 300 mT, far from the EDMR resonance condition.
EDENDOR results of the on- and off-EDMR resonance ﬁeld are

FIG. 2. A representative EDMR trace on an a-Si:H sample utilized in EDENDOR
measurements. The peak-to-peak linewidth is about 0.7 mT and the zero-crossing
g, which is the g-value corresponding to the magnetic ﬁeld halfway between the top
and bottom peaks of the spectrum, is 2.0055, the value generally found for silicon
dangling bonds in amorphous hydrogenated silicon.
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illustrated in Fig. 3. The signal-to-noise ratio was optimized using
adaptive signal averaging.30–32 The extremely large difference between
the on- and off-EDMR resonance conditions clearly identiﬁes the
upper trace taken at the resonance ﬁeld of 332:2 mT as EDENDOR.
Note the arrows directed at the peaks of the ENDOR response at
12:58 MHz and 15:63 MHz. The two peaks correspond to the
EDENDOR response of silicon dangling bonds interacting with nearby
1
H nuclei. We know that this is so because at a ﬁeld of 332:2 mT, the
ENDOR response for 1H nuclei close to the dangling bond defects
should be a two-line spectrum centered around the isolated hydrogen
nucleus NMR frequency of 14.11 MHz. The center of the two peaks
MHz ¼ 14:10 MHz, within experimental
we observe is at ð12:58þ15:68Þ
2
error of the anticipated value of 14.11 MHz. The asymmetry of the
peaks is to be expected and is indicative of the sign of the coupling
constant.25,33 From inspection of the separation of the two 1H peaks,
we extract a hyperﬁne coupling of 3 MHz ð60:2 MHzÞ. This value is
consistent within the range of hyperﬁne couplings reported for 1H in
a-Si:H observed in prior work by Brandt et al.28 A weak peak is apparently present in our response around 10 MHz. It is possible that this
peak corresponds to hyperﬁne interactions with nearby 29Si nuclei.
However, due to the asymmetry of the peaks, it is likely we observe the
high frequency peak and the low frequency peak is underneath the
noise ﬂoor of our measurement.
Additional veriﬁcation that the response shown in Fig. 4 is
EDENDOR is provided by a plot of the 15:63 MHz peak amplitude as
a function of magnetic ﬁeld. The peak amplitude should approximately track the ﬁeld modulated EDMR response.25 Figure 4 shows
that this is the case.
The close correspondence between the EDENDOR amplitude
and the EDMR response strongly supports the identiﬁcation 1H

FIG. 3. EDENDOR response of the a-Si:H sample. The upper trace (in green) was
taken at the magnetic ﬁeld corresponding to the center of the EDMR response, in
this case 332.2 mT. The lower (black) trace was taken at a ﬁeld of 300 mT, which
is at a ﬁeld far off the EDMR resonance.
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The data that support the ﬁndings of this study are available
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the lower ﬁeld to account for a ﬁeld offset introduced by the software.
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ABSTRACT
We observe electrically detected electron nuclear double resonance (EDENDOR) via spindependent trap-assisted tunneling in amorphous hydrogenated boron thin films. This is useful
because combining electrical detection with the classical ENDOR allows for much greater
sensitivity and specific selectivity to defects involved in electronic transport. In this study, we
observe EDENDOR responses from both 10B and 11B likely interacting with carbon impurity
sites.
BODY
Electron paramagnetic resonance (EPR) and its related techniques have long been the
most powerful tools for studying the physical and chemical nature of point defects in
semiconducting and insulating materials.1,2 Conventional continuous wave EPR, the most
common form of the measurement, has a sensitivity of about 1011 paramagnetic defects per mT
linewidth.3 Of the techniques that stem from EPR, electron nuclear double resonance (ENDOR)
provides the most detailed information about paramagnetic point defects and nearby magnetic
1
DISTRIBUTION A: Distribution approved for public release.

nuclei.2,4,5. Neither conventional EPR nor the much less sensitive conventional ENDOR
technique has the sensitivity to detect defects in fully processed nano-/micro-scale devices.
The sensitivity of conventional EPR can be greatly improved through the utilization of
electrically detected magnetic resonance (EDMR).6,7 EDMR detects EPR through spindependent changes in device current (or voltage) at the resonance condition. EDMR not only
improves the sensitivity of EPR from 1011 to 104 defects per mT linewidth, but it also makes the
measurement exclusively sensitive to defects involved in electronic transport.8,9 By utilizing
ENDOR via EDMR detection, we can improve its sensitivity while allowing for measurements
in device structures such as bipolar junction transistors and capacitors.4,5,10–12 This process is
called electrically detected ENDOR (EDENDOR). Initial reports of EDENDOR involved
photoconductivity-based techniques on fairly large Si/SiO2 metal-oxide-semiconductor
capacitors.5,12 More recently, EDENDOR has been reported on fully processed semiconductor
devices and on an amorphous hydrogenated silicon thin films. These recent observations utilize
spin-dependent recombination (SDR) and spin-dependent trap-assisted tunneling (SDTAT). The
recent work offers quite high sensitivity, extending the capabilities of ENDOR to micro-/nanoscale devices. In this report, we extend this highly sensitive EDENDOR approach to
measurements in a new system: carbon-doped amorphous hydrogenated boron thin films. We
observe matrix ENDOR responses from both 10B and 11B, presumably interacting with carbonrelated impurities involved in trap-assisted tunneling.13–17
A brief explanation of EPR and ENDOR may be useful. In conventional EPR, the sample
under study is exposed to microwave radiation with frequency ν and a large, slow varying
⃗⃗⃗⃗0). For the simplest case of an electron which does not otherwise interact with
magnetic field (𝐵
its environment, the energy difference between the two allowed spin states is given by:
∆𝐸 = 𝑔𝑒 𝜇𝐵 𝐵0,

(1)

where 𝑔𝑒 is the free electron’s Landé g-factor (𝑔𝑒 = 2.00232 … ) and 𝜇𝐵 is the Bohr magneton.
When ν times Planck’s constant is equal to the separation between the spin states, the electron
will transition from one spin state to the other. In this simple case, the resonance condition is
given by:
2
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(2)

ℎ𝜈 = 𝑔𝑒 𝜇𝐵 𝐵0 .

In a real paramagnetic site, the resonance condition is generally more complex. The two most
commonly observed deviations from expression (2) are due to spin-orbit coupling and nuclear
hyperfine interactions. Spin-orbit coupling changes the Landé g-factor to a second-ranked tensor
while nuclear hyperfine interactions with nearby magnetic nuclei add additional terms which
depend on the location of the nuclei. These effects make the resonance condition:
(3)

ℎ𝜈 = 𝑔𝜇𝐵 𝐵0 + ∑𝑖 𝑚𝑖 𝐴𝑖 ,

where 𝑚𝑖 is the nuclear spin quantum number of the ith nucleus near the defect and 𝐴𝑖 is the
nuclear hyperfine contribution of the ith nucleus. 𝐴𝑖 is often also expressed as a second-ranked
tensor; however, for the purposes of this study, the nuclear hyperfine interactions can be
considered as isotropic.
In this study we detect EDENDOR through SDTAT EDMR. SDTAT is observed when
an electron tunnels between two defects.18–23 In SDTAT, these two paramagnetic sites contain an
unpaired electron. If both electrons have the same spin quantum number, it is impossible for an
electron to tunnel from one defect to the other due to the Pauli Exclusion Principle. However, at
resonance one of the spins may be flipped, allowing tunneling to occur. This alters the tunneling
current and results in the observed EDMR signal.
A classical ENDOR measurement24 typically begins by making an EPR measurement on
the sample under study. Once the EPR spectrum is observed, the magnetic field is then set to a
field at which the EPR response is detected. An RF frequency oscillating field is applied and
swept to induce the nuclear magnetic resonance (NMR) response of magnetic nuclei. This
changes the amplitude of the EPR response when the NMR resonance condition of nearby nuclei
is satisfied. By measuring the change of the EPR signal as a function of the RF oscillation, one
extracts the frequencies at which magnetic resonance of nearby nuclei takes place. These
frequencies allow for the identification of magnetic nuclei near the defect and, in some cases,
their location with respect to said defect. The ENDOR spectrum is most easily described in the
1

case of a defect containing an electron spin with a nearby nuclear spin of 𝐼 = 2 and an isotropic
3
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𝑎

hyperfine constant 𝑎. For such a system, the ENDOR response is located at 𝜈 = |𝜈𝑛 ± 2|, where
𝜈𝑛 is the nuclear frequency. The two possible responses in this case are when half the hyperfine
𝑎

coupling constant is greater than the nuclear frequency (|2| > 𝜈𝑛 ) or when half the hyperfine
𝑎

coupling constant is less than half the nuclear frequency (|2| < 𝜈𝑛 ), as is the case for our study.
𝑎

The former will result a spectrum with two lines centered about |2| and split by 2𝜈𝑛 , while the
latter gives a similar two-line spectrum centered about 𝜈𝑛 and separated by |𝑎|. More complex
spectra can occur depending on the system’s spin states. For example, higher spin nuclei with
1

𝑎

𝐼 > 2, nuclear quadrupole moments can alter the ENDOR response to 𝜈 = |𝜈𝑛 ± 2 ± 𝑄|, wherein
𝑄 accounts for the interaction between the nuclear quadrupole moment and local electric field
gradients. In our study, both boron nuclei have high spin and thus quadrupole moments. We are
only able to observe fairly distant nuclei and presumably detect the quadrupole interactions
through a substantial broadening of the EDENDOR response.
Our EDENDOR spectrometer is described in recent papers with alterations described
herein.11,25 The device is mounted on a thin circuit board and connected to a set of electrical
leads and placed inside of a TE102 cavity in which a 5-turn solenoid used for the ENDOR
frequency sweep is placed around the device. An Agilent 83732B Synthesizer, capable of
providing 15 dBm (32mW) of microwave power, is connected to an isolator, circulator, and
detector diode before reaching the microwave cavity. Additionally, a Marconi 2026Q RF
generator supplies a 100% amplitude modulated frequency sweep to the solenoid in conjunction
with a LeCroy WaveRunner 6100A 1GHz oscilloscope for output power control. The LeCroy
oscilloscope is used in tandem with an in-house PID controlling software in order to idealize the
waveform shape and power control. A Bruker ER4111VT cold finger temperature system
maintains a stable low temperature at the sample. The spectrometer includes a 4-inch Resonance
Instruments electromagnet, a Lakeshore 475 DSP Temperature Compensated Gaussmeter and
Hall probe, and a HP 6268B power supply. The preamplifier/voltage source for the device is a
Stanford Research Systems Model SR570.
The devices utilized in this study are 500nm a-B:H thin films deposited via PECVD on
(100) Si substrates with 1μm Al gates capped with 10nm Ti. The a-B:H contains approximately
4
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9% hydrogen and 4% carbon. We utilized a bias of +5V to the metal to monitor the spindependent tunneling current through the boron films. All measurements were performed at 250K.
The SDTAT EDMR response of the a-B:H films at 250K is shown in Fig. 1. This
response is independent of orientation in the external magnetic field, indicating that the measured
defects are present in the bulk a-B:H film and not located at the a-B:H/Si interface. The
measured EDMR spectrum contains a broad line and a much sharper response in the middle.
The response is approximately 1mT wide and the broader feature is roughly 4mT wide. We
tentatively assign the narrow center line to paramagnetic defects involving carbon atoms while
the broad line is attributed to boron-related paramagnetic centers.17 The boron-related EPR
spectra are broad and featureless as would be expected due to the presence of hyperfine
interactions from the 20% naturally abundant 10B (𝑆 = 3) and 80% naturally abundant 11B
3
2

(𝑆 = ). The resulting EDMR spectrum is the broad line shown in Fig. 1.

Fig. 1: The SDTAT EDMR response of the a-B:H films at +5V and 250K for a supplied microwave frequency of
𝜈 ≅ 9.173GHz. The arrow indicates the static magnetic field at which we perform EDENDOR.

Fig. 2A shows the EDENDOR response in the a-B:H films using the adaptive signal
averaging method introduced by Manning et al.26 As previously mentioned, the externally
5
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applied magnetic field is held constant at 327mT. For this magnetic field, three EDENDOR
peaks are observed. The low-frequency peak is extremely wide and centered about the nuclear
frequency of 10B (≈1.45MHz). Two arrows in the figure on the low-frequency end indicate a
potential splitting in this peak, however this may be a result of the marginal signal to noise ratio.
The frequency of the measured response is centered at 1.43MHz ± 0.03MHz. The higher
frequency peaks appear at 3.15MHz and 5.81MHz which are centered at 4.48MHz ± 0.03MHz
(

3.15+5.81
2

𝑀𝐻𝑧 = 4.48𝑀𝐻𝑧). The nuclear frequency of isolated 11B is 4.47MHz, a frequency

consistent with our observations. Additionally, we are able to extract the approximate hyperfine
coupling constant of 11B due to the separation in the EDENDOR peaks. Our estimated hyperfine
constant for 11B is ≈2.65MHz. Fig. 2B shows a trace at a field far off the resonance condition, at
297mT, with equivalent signal averaging. The observed peaks are no longer present at this
magnetic field, confirming that the response observed at 327mT is due to EDENDOR. We are
unable to extract any information about the quadrupole interactions except to note that the
EDENDOR response is quite broad. Some of this broadening is likely due to unresolved
quadrupole interactions.

6
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Fig. 2: The SDTAT EDENDOR response of the a-B:H films at A. 327mT (pink) for on-resonance and B. 297mT
(black) for off-resonance. All EDMR variables were kept constant as described in Fig. 1.

In conclusion, we demonstrate EDENDOR in a-B:H films, detecting ENDOR from both
10

B and 11B isotopes. Our results, coupled with two other recent reports,10,11 show that the

EDENDOR technique measurements using a relatively simple apparatus should be possible in
many systems. To the extent that this is the case, our work suggests that EDENDOR may be
widely applicable in studies of transport in semiconductor devices.
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ABSTRACT

We have developed a sensitive electron nuclear double resonance spectrometer in which the detection takes place through electrically detected
magnetic resonance. We demonstrate that the spectrometer can provide reasonably high signal to noise spectra of 14 N interactions with deep
level centers in a fully processed bipolar junction transistor at room temperature.
Published under license by AIP Publishing. https://doi.org/10.1063/1.5123619., s

INTRODUCTION
The identification of defects that alter the performance of
solid-state electronic devices is a topic of widespread interest. The
family of electron paramagnetic resonance (EPR) techniques offer
unrivaled analytical power in the identification of these defects;
however, the sensitivity of conventional EPR under typical circumstances is about 10 × 109 defects.1 This number far exceeds
the number of performance-limiting defects in technologically relevant solid-state devices. Electrically detected magnetic resonance
(EDMR) has proven to be an extremely sensitive technique for identifying such defects in semiconductor devices.2,3 This is possible
because EDMR is at least 7 orders of magnitude more sensitive than
its parent technique, electron paramagnetic resonance.4 EDMR is
also exclusively sensitive to defects directly involved in device performance. Although EDMR is a powerful tool, its analytical power
could be greatly enhanced with the addition of a nuclear magnetic
resonance (NMR) component. The conventional double resonance
technique, known as electron nuclear double resonance (ENDOR),
combines EPR and NMR and has the analytical power to provide
detailed atomic scale information about paramagnetic defects in
semiconductors as well as in insulators.5 Unfortunately, the absolute

sensitivity of conventional ENDOR is several orders of magnitude
lower than that of classical EPR, making the technique essentially
impossible in studies of micro- and nanoscale electronic devices.
We demonstrate that by utilizing EDMR detection, ENDOR sensitivity may be enhanced by many orders of magnitude, opening
possibilities for electrically detected ENDOR (EDENDOR) to contribute substantially to solid-state device physics. Although EDENDOR has been reported in the past,6,7 to the best of our knowledge, this is the first time ENDOR has been observed within a
transistor or, for that matter, any fully operational semiconductor
device.

BACKGROUND
In EPR measurements, one observes the response of paramagnetic centers to a large magnetic field in combination with an
oscillating magnetic field. The magnetic field provides an energy
difference between the two values of the electron spin quantum
number. When the frequency of the oscillating magnetic field,
v, times the Planck’s constant, h, is equal to this energy difference, electron spins can be “flipped.” If an unpaired electron is
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otherwise unaffected by its surroundings, the resonance condition
for that electron is:4
hv = ge μB B.

(1)

Here, g e is the Landé g value (g e = 2.00232. . .), μB is the Bohr
magneton, and B is the magnitude of the applied magnetic field.
The analytical power of EPR comes from deviations from Eq. (1).
The EPR response of a paramagnetic defect in real material systems is altered by the local environment. There are two primary
factors that make the resonance condition system dependent: spin
orbit coupling and electron-nuclear hyperfine interactions (other
factors play important roles under some circumstances). Spin orbit
coupling changes the Landé g e to an orientation dependent value.
Electron-nuclear hyperfine interactions, interactions between the
paramagnetic defect site and nearby nuclei with magnetic moments,
also affect the resonance condition. Considering both spin orbit
coupling and electron-nuclear hyperfine interactions, the resonance
condition becomes4,8
hv = gμB B + ∑ mi Ai .

(2)

i

Here, g is an orientation dependent value usually expressed as a second rank tensor, mi is the nuclear spin quantum number of the
ith nearby magnetic nuclei, and Ai is the electron-nuclear hyperfine coupling due to that nucleus, also usually expressed as a second
rank tensor. Measuring the frequency v and the magnetic field at
resonance allows for the identification of the chemical and physical
nature of atomic scale defects.
ELECTRICALLY DETECTED MAGNETIC
RESONANCE (EDMR)
EDMR is a variation of EPR in which the EPR response
is detected as a change in the device current. EDMR is usually
detected by one of the two techniques: spin dependent recombination (SDR)9–11 and spin dependent trap assisted tunneling
(SDTAT).3,12–14 In this work, we detect EDMR via SDR in the baseemitter junction of a 4H-SiC bipolar junction transistor (BJT).15 A
qualitative understanding of the SDR/EDMR response can be provided by the Shockley-Read-Hall model for recombination. An electron in the conduction band is first trapped by a deep level defect.
A hole in the valence band is then trapped by the same defect,
resulting in electron and hole recombination. (The sequence of electron and hole capture can, of course, be reversed.) This process can
be spin dependent. If the conduction electron and a paramagnetic
deep level defect electron have the same spin quantum number,
the capture event will be forbidden by the Pauli exclusion principle. When the resonance condition for the defect is met, the spin
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of the defect electron flips and the forbidden transition becomes
allowed.
In a conventional ENDOR measurement,1,16–20 the EPR
response is first measured. The magnetic field is then fixed at the
field that results in (typically) the maximum microwave absorption, and a radio frequency (RF) is swept while maintaining the
EPR microwave oscillating magnetic field. When the RF induces
nuclear resonance at a site near the defect observed in EPR, a change
in the EPR amplitude is observed. Measuring the response of the
EPR amplitude as a function of the NMR RF allows one to measure both the hyperfine interactions and the frequency vn at which
NMR would be observed for the isolated nucleus. Thus, the vn value
directly identifies the chemical nature of the nucleus observed. The
observation of the hyperfine parameter provides direct information
about the relationship between the paramagnetic site electron wave
function and the nearby nuclei so observed. This is the easiest to
describe for the case of a defect electron spin (S) = 12 and a nearby
nuclear spin (I) = 12 for a single value of hyperfine interaction,
a. In this case, the ENDOR response condition will be given by
v ≅ ∣vn ± a2 ∣. Somewhat more complex responses can occur for I > 12
due to the presence of nuclear quadrupole moments. The presence
of a nuclear quadrupole moment changes the ENDOR response frequency conditions to v ≅ ∣ a2 ± vn ± Q∣, where Q depends on the
electric field gradient at the nucleus and the nuclear quadrupole
moment.
When relatively distant nuclei are involved with relatively
small hyperfine interactions and quadrupole contributions, multiple closely spaced ENDOR lines will yield a single response centered
on the NMR frequency corresponding to the magnetic field utilized
in the measurement. This is the ENDOR response observed within
this report and is referred to as “distant ENDOR.”
EDENDOR APPARATUS
The EDENDOR spectrometer utilizes a single loop nonresonant “antenna” that is placed vertically within a TE102 microwave
cavity adjacent to the sample to generate the NMR oscillating
magnetic field. The NMR loop is fashioned out of gold on a
printed circuit board (PCB), as illustrated in Fig. 1. The sample under test sits beneath this loop on the reverse side of the
PCB.
The primary magnetic field, B0 , is supplied by an electromagnet with four-inch pole faces that surrounds the microwave cavity. The EDENDOR frequency sweep is supplied to the NMR coil
loop via a Fluke 291 arbitrary waveform generator (AWG) capable of sweeping within the range of near DC to low radio frequencies. In addition, the AWG has a reference signal input that
provides the modulation required for the frequency sweep to have

FIG. 1. T-shaped NMR PCB probe
design with a 1 mm diameter nonresonant “antenna.”
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phase-locked modulation. Lock-in detection is utilized to limit the
background noise. The device is biased, and the current response
is converted to a voltage using a Stanford SR570 low-noise current preamplifier. That voltage is then read by a computer that
also controls the output of the AWG. The microwave source generates a standing wave of the microwave frequency within the
cavity. A schematic of an EDENDOR spectrometer is illustrated
in Fig. 2.
The relationship of the magnetic field to electrical current in the
center of a loop is given as
B2 =

μ0 I
,
2r

(3)

where B2 is the magnitude of the magnetic field, μ0 is the permeability of free space, I is the current passing through the loop, and r is
the diameter of the loop. The electric field lines generated by current
flow through the loop are orthogonal to the direction of the magnetic
field.
Potentially debilitating issues with this system are that the
power delivered to the NMR coil by the AWG is not perfectly consistent over the swept frequency range. The magnitude of the RF NMR
magnetic field is dependent on the AWG’s output power which is
related to the impedance of the NMR coil. As the frequency is swept,
the impedance of the NMR coil will change, thus introducing spurious variations in the device current. These slight changes in the
device current can completely obscure the EDENDOR response.
Changes in power also change the magnitude of the RF electric
field emitted tangent to the loop. There is a possibility that fluctuations in the electric field can cause small unwanted biasing effects.
EDENDOR measurements detect changes in the device current.
Slight instabilities in the NMR oscillating field amplitude obscure
the ENDOR response which is a small resonant inducted change in
the device current. The extraneous background is modestly reduced
by implementing a high to low impedance buffer circuit to isolate
the AWG from the load. The addition of the buffer circuit results in
a minor improvement to the EDENDOR signal, but fluctuations in
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power observed by the load from the AWG still dominate the signal
response.
PID CONTROLLER
A proportional-integral-derivative (PID) controller is implemented to provide real-time feedback in a much more effective
method to reduce fluctuations in power. The PID controller controls
the response of the AWG by comparing the up-to-date output (process variable) to a desired set point, thus generating a real-time error
signal.21 The PID controller’s output adjusts in accordance with the
magnitude of the error signal, resulting in the error being driven
toward zero. The output response of the PID controller is
u(t) = Kp e(t) + Ki ∫ e(t)dt + Kd

de(t)
,
dt

(4)

where u(t) is the output, e(t) is the error signal, and K p , K i , and
K d are the controller gain parameters corresponding to proportional, integral, and derivative, respectively. The PID gain parameters require careful tuning to achieve the best control.22 When
the controller is properly tuned, the error is driven toward zero
extremely quickly; the method behind the PID tuning procedure has
been extensively discussed elsewhere.23–25
PID POWER LEVELING
For the PID-EDENDOR design, a low-tolerance 50 Ω resistor is placed in series with the NMR coil loop as the load. This is
done in order to match the internal 50 Ω source impedance of the
AWG to that of the load. For extremely low frequencies, this is a
correct assumption as the impedance of the loop is approximately
zero. However, the loop will behave as an inductor and the complex
impedance increases as the frequency increases in accordance with
the following equation:
Z = j2πf L,

(5)

FIG. 2. A schematic of the EDENDOR
spectrometer. The magnetic field is held
constant, while the AWG supplies the
RF sweep, and the device current is
recorded.
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where Z is the impedance, j is the imaginary constant, f is the
frequency, and L is the inductance of the loop.
In order to observe the response, a 1 GHz oscilloscope with a
10 GS/s sampling rate is placed in parallel to the 50 Ω resistor and
the coil loop via a high impedance 10X attenuation cable to ensure
that there are no secondary loading effects. The high impedance
cable features a compensation capacitor that must be properly calibrated in order to match the input capacitance of the oscilloscope. This ensures that the voltage drop across the oscilloscope’s
internal impedance is consistent with what is being measured.
The circuit diagram of the PID-EDENDOR spectrometer is shown
in Fig. 3.
The impedance of the cable and the scope is large in comparison with that of the load (NMR loop circuit); the oscilloscope
has little to no effect on the circuit’s operation. With that said, the
AWG requires a constant 50 Ω load in order for the voltage measured across the load to be correct. Due to the internal 50 Ω source
impedance of the AWG, half the voltage will drop over its internal impedance and the other half will drop over the 50 Ω load.
The ratio of the voltage over the load to the actual output of the
L
= 12 , when the source impedance is matched to that
AWG is VVAWG
of the load. This is important in high frequency applications as a
mismatch in the impedance will cause power to be reflected back to
the AWG.26
The AWG, 50 Ω resistor, and NMR loop network can be viewed
as a simple voltage divider with respect to the voltage across the load.
This relationship is shown as follows:
VL = VAWG

RL + j2πf L
RL + ZL
= VAWG
,
Rs + (RL + ZL )
Rs + (RL + j2πf L)

(6)

where V L is the voltage observed by the load, V AWG is the voltage output of the AWG, RL is the 50 Ω load resistor, Rs is the 50
Ω internal impedance of the AWG, and ZL represents the complex impedance of the loop. However, the inductive component
prevents this as larger frequencies cause the magnitude of the
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inductive impedance term to grow and eventually dominate the
following equation:
√
(RL )2 + (2πf L)2
∣VL ∣ = ∣VAWG ∣ √
.
(7)
(Rs + RL )2 + (2πf L)2
L
ratio to approach a value of one, causing the
This will force the VVAWG
voltage drop across the load to increase with frequency.
In addition to this, the small size of the NMR coil loop as
well as the proximity of the PCB traces could lead to the presence of parasitic capacitances. This is especially devastating because
this will cause resonant effects and spurious voltage fluctuations at
frequencies within the circuit.27
In order to remedy this effect, the PID controller was implemented to measure the voltage over the load and compare it to the
set voltage, illustrated in Fig. 4. If there are discrepancies between the
set and measured voltage throughout the frequency sweep, the error
signal will increase and the controller will drive the error toward
zero, maintaining the voltage at a desired amplitude. This can be
observed by altering Eq. (7), in which the AWG voltage is changed
as a function of the error measured by the PID controller, shown in
the following equation:
√
(RL )2 + (2πf L)2
∣VL ∣ = ∣VAWG (e)∣ √
.
(8)
(Rs + RL )2 + (2πf L)2

This effect can also be observed by the power absorbed by the load.
This relationship is shown as follows:
P=

∣VAWG (e)∣2
V2
=√
.
Z
(RL )2 + (2πf L)2

(9)

The impedance of the 50 Ω resistor in series with the NMR coil
loop has a dependence on the frequency, and the voltage output of

FIG. 3. PID-EDENDOR circuit diagram. Rs represents the internal impedance of the AWG, Rl represents the resistance of the load resistor, Zl represents the complex
impedance of the NMR coil loop, Rc represents the resistance of the 10X attenuation cable, Ct represents the capacitance of the compensation capacitor, and Ro and Co
represent the internal resistance and capacitance of the oscilloscope, respectively.
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FIG. 4. PID-EDENDOR block diagram. The oscilloscope measures the real time voltage and feeds this value back to the PID controller to generate an error signal. The PID
controller then adjusts the AWG output in order to reduce the incoming error to zero.

the AWG depends on the difference between the desired value and
the measured value. As the frequency is swept, the power absorbed
changes due to the varying impedance of the loop as well as parasitic effects. The PID controller quickly updates the AWG output to
eliminate the effect of any measured changes.
RESULTS AND DISCUSSION
In earlier implementations of EDENDOR, in which EDENDOR was observed via spin-dependent photoconductivity in SiO2 /Si
structures at room temperature by Hoehne et al.,7 the EDENDOR
response was a very small signal riding on a large nonresonant
background, a result consistent with measurements made without
the implementation of a PID controller. In order to observe the
EDENDOR response, the nonresonant background had to be subtracted out. Doing this required twice the amount of time as the

measurements had to be performed on and off resonance. The
subtraction itself may be less than perfect, further degrading the
measurements. In this study, we found that the PID-EDENDOR
technique removed the nonresonant background almost completely
up to 18 MHz in a 4H-SiC BJT. We observed the EDENDOR
response of 14 N nuclei interacting with deep level defects involved
in recombination events in the depletion region of the base-emitter
junction of a 4H-SiC BJT. We know that the response is due to
nitrogen nuclei because the NMR frequency of an isolated nitrogen atom at the magnetic field applied, 3366 G, is 1.04 MHz.
No other magnetic nuclei present in significant quantities have
an NMR response in the vicinity of 1.04 MHz. The EDMR spectrum involved in these EDENDOR measurements has an isotropic
g = 2.003 ± 0.0003 and a peak-to-peak linewidth of about 3.4 G.
Such EDMR spectra have been linked to silicon vacancies in 4H-SiC
metal-oxide-semiconductor field-effect transistors (MOSFETs).28

FIG. 5. (a) EDENDOR response with PID controller on–off
resonance at a field of 3000 G. (b) EDENDOR response
with PID controller on–on resonance at a field of 3366 G. (c)
EDENDOR response with PID controller off–on resonance
at a field of 3366 G.
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This observation is consistent with distant ENDOR as only a single
line was observed centered around the NMR frequency corresponding to nitrogen nuclei. The single line indicates that the nitrogen nuclei are sufficiently far from the paramagnetic sites. For this
device the nitrogen serves as substitutional donors which reside at
high symmetry carbon sites. Characterization and fabrication details
about the device have been described elsewhere.29 The response was
observed before and after the PID controller was utilized. When
the PID controller was off, the EDENDOR response was dominated
by nonresonant effects that were larger than the signal in question;
some effects even resembled the resonant peaks. Figure 5 shows the
EDENDOR response with the results for the PID controller on and
off normalized to the observed 14 N peak that is centered near 1.04
MHz; the EDENDOR response at a field far off resonance is also
included for reference.
CONCLUSIONS
The PID controller’s ability to maintain constant power
through the loop is dependent on real-time changes in power. The
voltage is directly measured and fed back to the PID controller
from the oscilloscope, so power changes due to various reasons
are corrected with sufficient accuracy. To assure that the PID controller is functioning to the best of its ability, it is important to
sweep frequencies at a reasonable rate. This is because the PID controller responds quickly but not instantaneously. The more time
the PID controller has to correct power fluctuations, the more efficiently it will perform. The PID controlled power leveling technique has demonstrated the ability to resolve EDENDOR signals
when the response would normally be dominated by fluctuations
in power. This technique has applications anywhere when a constant power frequency sweep is required. The PID controller’s
performance also depends on the precision of the oscilloscope’s
measurements, the precision of the AWG’s output, and the speed at
which both these instruments communicate with a computer. The
more precise the measurement and output, the better the PID controller is able to detect and correct small changes. This work shows
that it is possible to make extremely high sensitivity EDENDOR
measurements in a fully functional transistor. Our work thus indicates that EDENDOR will be widely applicable to technologically
relevant solid-state devices. Such measurements should be particularly useful in studies of device physics as they provide a direct
link between the chemical and physical nature of defects and device
performance.
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The performance of silicon carbide (SiC)-based metal-oxide-semiconductor ﬁeld-effect transistors
(MOSFETs) is greatly enhanced by a post-oxidation anneal in NO. These anneals greatly improve
effective channel mobilities and substantially decrease interface trap densities. In this work, we
investigate the effect of NO anneals on the interface density of states through density functional
theory (DFT) calculations and electrically detected magnetic resonance (EDMR) measurements.
EDMR measurements on 4H-silicon carbide (4H-SiC) MOSFETs indicate that NO annealing substantially reduces the density of near interface SiC silicon vacancy centers: it results in a 30-fold
reduction in the EDMR amplitude. The anneal also alters post-NO anneal resonance line shapes signiﬁcantly. EDMR measurements exclusively sensitive to interface traps with near midgap energy
levels have line shapes relatively unaffected by NO anneals, whereas the measurements sensitive
to defects with energy levels more broadly distributed in the 4H-SiC bandgap are signiﬁcantly
altered by the anneals. Using DFT, we show that the observed change in EDMR linewidth and the
correlation with energy levels can be explained by nitrogen atoms introduced by the NO annealing
substituting into nearby carbon sites of silicon vacancy defects. Published by AIP Publishing.
https://doi.org/10.1063/1.5045668

INTRODUCTION

Metal-oxide-semiconductor ﬁeld-effect transistors
(MOSFETs) based on silicon dioxide (SiO2) on 4H-silicon
carbide (4H-SiC) show great promise in high power and high
temperature applications. However, the potential of this technology is limited by less than ideal electronic behavior at the
SiC/SiO2 interface region. Incorporation of post-oxidation
NO annealing into the process ﬂow results in signiﬁcant
densities of nitrogen in the interfacial region (about
1014 cm−2)1,2 along with substantial improvement of the
interface properties—typically an order of magnitude
improvement in effective channel mobility3 via a comparable
decrease in interface trap density4–6 and nitrogen counter
doping.7 Although the NO anneals are of great technological
importance in SiC MOSFET technology, the materials
physics involved in the annealing process is not well understood. Important physical insight can be gathered from electron paramagnetic resonance (EPR) measurements8 obtained
via electrically detected magnetic resonance (EDMR).9,10
Earlier EDMR studies11 show that NO anneals result in
substantial reduction of the magnetic resonance spectrum
associated with silicon vacancy (VSi ) centers located near
the SiC/SiO2 interface, as indicated in Fig. 1. (The EDMR
0021-8979/2018/124(18)/184501/7/$30.00

results also show a large reduction of a second spectrum consisting of two lines with a separation of approximately 11 G.
This spectrum is attributed to a hydrogen complexed oxygen
deﬁcient silicon site called the 10.4 doublet center.12 This
aspect of the EDMR will not be further discussed in this
work.) The EDMR response corresponds to the singly negatively charged VSi site −/0 energy level. Recent EDMR
measurements utilizing the bipolar ampliﬁcation (BAE) technique13 and spin dependent charge pumping (SDCP)14 indicate that nitrogen nearby to these VSi centers broaden their
EDMR spectrum and that the broadening depends on the
measurement used.15 We utilize these EDMR measurements
and density functional theory (DFT) to explore the effect of
nitrogen on VSi . We consider nitrogen atoms substituted in
third-nearest neighbor carbon sites (NC ) to paramagnetic VSi
and compare our ﬁndings with results from the EDMR measurements. [The silicon vacancy is surrounded by four
carbon nearest neighbors, 12 silicon second-nearest neighbors (in two distinct shells), and 25 carbon third-nearest
neighbors (in six distinct shells)]. Candidate nitrogen sites
are shown in Fig. 2.
To provide a coherent discussion of our analysis, we ﬁrst
give a brief discussion of EPR and EDMR in general, and
124, 184501-1
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The analytical power of EPR (and EDMR) comes from
deviations from this simple case caused by the paramagnetic
site environment. For the observations in this study, two phenomena dominate these deviations: spin-orbit coupling and
electron-nuclear hyperﬁne interactions. For the purpose of
our discussion, the spin Hamiltonian of such a system can be
expressed as8
X
H ¼ μB B  g  S þ
I i  Ai  S:
(2)
i

FIG. 1. The effects of an NO anneal on the SDCP detected EDMR. Two
defect spectra are superimposed: a sharp center line, due to silicon vacancies
in the near interface silicon carbide and a weaker spectrum, with two lines
separated by about 11 G due to hydrogen complexed E0 centers. The NO
anneal greatly reduces the amplitudes of both defect spectra.11

then we describe the BAE and SDCP EDMR detection techniques. EPR occurs when a paramagnetic center in a magnetic ﬁeld absorbs electromagnetic radiation at a frequency ν.
In the simplest case of an unpaired electron unperturbed by
its environment, the electron transitions from its ½ to −½
spin state (or vice versa) with a resonance condition
given by8
hν ¼ ge μB B:

(1)

Here, h is Planck’s constant, ν is the electromagnetic radiation
frequency, ge is the free electron g factor (ge = 2.0023193…),
μB is the Bohr magneton, and B is an externally applied
magnetic ﬁeld.

FIG. 2. Sites for nitrogen decoration ( purple) in silicon carbide supercell.
Brown (tan) are carbon (silicon) atoms. Center of vacancy is indicated by red
atom. In all other ﬁgures and tables, NC-VSi complex with nitrogen at the a,
b, or c site will be referred to as N-a, N-b, and N-c, respectively.

Here, μB is the Bohr magneton, B is the applied magnetic
ﬁeld vector, S is the electronic spin operator, and I i is the
nuclear spin operator for the ith nucleus. g and Ai are essentially tensors which describe a defect’s local environment
and are usually referred to as the g and A tensors. Spin-orbit
coupling causes the g tensor components to deviate from the
free electron ge, and A provides a measure of electron-nuclear
hyperﬁne interactions. It should be noted that a more
complex spin Hamiltonian is required to fully describe the
silicon vacancies discussed herein. However, the simple form
of Eq. (2) is adequate to understand the results presented in
this work.
EDMR measurements detect EPR through a change in
device current. EDMR is inherently advantageous for solid
state electronic device studies for two reasons: (1) it is exclusively sensitive to defects involved in electronic transport and
(2) it is typically at least 10 × 106 times more sensitive than
conventional EPR. In an EDMR measurement of an electronic device, the device is placed into a high quality factor
microwave cavity or an RF coil which is placed in an electromagnet. As is the case for conventional EPR, the device is
exposed to constant frequency electromagnetic radiation.
Unlike conventional EPR, in EDMR, the device under study
is biased in such a way as to produce a recombination or trap
assisted tunneling dominated current. The magnetic ﬁeld is
slowly and linearly swept about the resonance ﬁeld, and the
EPR-induced current change is measured as a function of the
magnetic ﬁeld. The EDMR measurements discussed in this
paper are, as mentioned previously, BAE and SDCP.
The BAE approach relies on spin dependent recombination (SDR)10 to detect EDMR. SDR occurs when a charge
carrier in either the valence or conduction band transitions to
a deep level defect and then recombines through the subsequent capture of a charge carrier of the opposite sign. This
process is spin dependent. A somewhat simpliﬁed explanation, suitable for the discussion herein, is as follows. The
process is spin dependent because the capture event involving a paramagnetic charge carrier (electron or hole) at a paramagnetic defect site can only take place when the two
entities have opposite spins. Envision the simple case of a
conduction electron encountering a neutral paramagnetic
“dangling bond” site. If the conduction electron and dangling
bond electron have the same spin quantum number, the
capture event would be forbidden by the Pauli exclusion
principle. However, if the dangling bond spin were to be
“ﬂipped” by an EPR event, the trapping process and
eventual recombination would be allowed. Inducing EPR
of defect sites thus increases the recombination rate and
recombination current.
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In the BAE measurement, the MOSFET source-body
diode is forward biased. The gate is biased so as to attract the
charge carriers injected by the source; however, the bias is
not sufﬁcient to create an inversion layer. Current is measured
at the drain (the drain is at virtual ground) and is strongly
inﬂuenced by the interface/near interface recombination
events. The BAE response is optimized by selecting a gate
voltage that maximizes the change in interface/near interface
recombination current. This change in recombination current
as a function of magnetic ﬁeld is the BAE signal. Because
the BAE technique uses SDR, it is only sensitive to deep
levels, as they must be efﬁcient recombination centers.
SDCP measurements utilize EPR to observe a change in
the current produced by charge pumping (CP).16–18 SDCP,
like BAE, exploits the spin dependent nature of charge
capture at the MOSFET interface. Unlike BAE, however,
SDCP can be sensitive to defect levels throughout a large
majority of the 4H-SiC bandgap. SDCP utilizes CP, a powerful and widely utilized electrical MOSFET interface trap
characterization technique. The CP process, in the most
straightforward approach, involves the application of a continuous trapezoidal waveform to the MOSFET gate to alternately invert and accumulate the interface, ﬁlling and
emptying traps at the interface region. The process produces
a recombination current dominated by interface traps called
the CP current which is measured at the body contact. Thus,
the SDCP response (ΔICP ) is the EPR-induced change in the
CP current. For our discussion, the most relevant aspect of
the technique is its ability to directly connect EDMR spectra
with a range of energy levels within the 4H-SiC bandgap.
The CP current is proportional to the waveform frequency,
charge, effective channel area, density of states, and the
measured bandgap energy window (ΔECP ). ΔECP is nearly
centered around midgap and can be approximated by16–18

ΔECP ¼ 2kB T ln

vth


ΔVG
CP
CP pﬃﬃﬃﬃﬃﬃ ,
σ ni (VTH
 VFB
) tr t f

(3)

where kB is Boltzmann’s constant, T is the temperature, ΔVG
is the gate waveform pulse amplitude, vth is the geometric
average of the electron and hole thermal velocity, σ is the
geometric average of the electron and hole capture cross secCP
CP
and VFB
tions, ni is the intrinsic carrier concentration, VTH
are the CP threshold and ﬂatband voltages, respectively, and
tr and tf are the rise and fall times of the gate waveform,
respectively. Equation (3) directly links measured defects to
the range of energy levels at which they reside, thus providing a direct link between defect structure and an energy
window.
EXPERIMENTAL
Electrically detected magnetic resonance

Our measurements were made on a homemade EDMR
spectrometer operating at an ultra-low frequency (ν = 360
MHz). It consists of a custom-made electromagnet made of 5
nested pairs of Helmholtz coils, a Kepco BOP 100-4M power
supply, a Lake Shore Cryotronics 450 DSP temperature-

compensated Gauss meter and Hall probe, a Stanford
Research Instruments SG382 microwave generator, and a
computer which provides lock-in detection, magnetic ﬁeld
control, and the data acquisition system. The RF magnetic
ﬁeld is provided by a Doty Scientiﬁc surface coil and resonance circuit. The RLC circuits maximize the RF ﬁelds at
360 MHz. Because the spectrometer utilizes lock-in detection,
a small audio frequency alternating magnetic ﬁeld is added to
the large swept magnetic ﬁeld to modulate resonance. As a
consequence of this detection method, the measured spectrum
is approximately the derivative of the EDMR response. For
SDCP measurements, the gate waveform was applied with
a Tabor Electronics WW2572A waveform generator. All
measurements were made at room temperature.
Two types of MOSFETs were utilized in this study.
Both types have a wet thermal gate oxide process but were
fabricated by different manufacturers. One type received a
post-oxidation anneal in NO for 2 h at 1175 °C while the
other did not. The NO annealed and as-grown MOSFETs had
a doping density, mobility, and defect density of 7 × 1016 cm−3,
19 cm2/V s, 4.6 × 1011 cm−2 eV−1 and 6 × 1016 cm−3, 1 cm2/V s,
3.1 × 1012 cm−2 eV−1, respectively. BAE measurements
utilized longer channel MOSFETs which had gate areas
(L × W) of 5 × 100 μm2 (as-grown) and 100 × 100 μm2 (NO
anneal), and SDCP utilized shorter channel MOSFETs
which had gate areas (L × W) of 1 × 424 μm2 (as-grown) and
1 × 1000 μm2 (NO anneal).
Theory

The defect calculations were executed with the highly
efﬁcient SEQQUEST DFT code, using well converged, local
orbital bases (double-zeta + polarization) and Hamann-type
pseudopotentials,19 with a spin-polarized Perdew-BeckeErnzerhoff (PBE) implementation of the generalized gradient
approximation.20 To incorporate self-consistently the correct
asymptotic boundary conditions for isolated charged defects,
we use the local moment counter charge (LMCC) method21,22
instead of a jellium background charge. This technique has
predicted defect level energies with 0.1-0.2 eV accuracy
across a full bandgap in silicon,23,24 gallium arsenide,25,26
and cesium iodide.27 The long-range dielectric screening
energy (outside the DFT defect simulation cell) is incorporated using a Jost expression28 for a charge Q in the spherical
cavity in isotropic dielectric medium with a low frequency
dielectric constant, εo ,
E pol ¼ 



Q2
1
1
,
εo
2RJost

(4)

where RJost is an effective “spherical radius” of the supercell
(Rydberg atomic units). Good convergence to an asymptotic
limit as a function of supercell size veriﬁes that this is a good
approximation.25
We use 2H-SiC as a proxy for 4H. It offers more convenient supercell dimensions, 2H- and 4H-SiC have bandgaps
that are within 0.1 eV of each other, and, as noted in Ref. 29,
and seen in Fig. 3, the defect levels are very similar. We
use a 300-atom supercell (a 5 × 5 × 3 expansion of the
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FIG. 4. 360 MHz BAE spectra comparing NO annealed (black) and
as-grown (red) samples. Spectra are amplitude normalized for better comparison of linewidths.
FIG. 3. Silicon vacancy defect levels from several calculations for 2H- and
4H-SiC. The band edges, estimated from the LMCC method, are shown in
dotted lines. ZFB, W, T, EGL, and CW are from Refs. 29–32 and current
work. For EGL, Si(h) and Si(k) indicate the two inequivalent sites.

conventional 4-atom hexagonal unit cell) with a 2 × 2 × 2
k-sampling. Using our PBE lattice parameters, c = 5.09 Å
and a = 3.10 Å, this 5 × 5 × 3 supercell has a c/a ratio of
0.985, convenient for applying the spherical Jost screening
estimate. The simulation volume was ﬁxed to the theoretical
lattice parameters, and atomic positions were relaxed to a
minimum energy defect structure, with forces less than 0.02
eV/Å on each atom. Atoms at the C-axis cell boundary plane
midway between Si vacancies in neighboring supercells were
held ﬁxed to prevent artiﬁcial strain interactions between
defects. We considered nitrogen substituted on the nearby
carbon sites “a,” “b,” and “c” depicted in Fig. 2: NC  VSi
pair defects are denoted as N-a, N-b, and N-c. We also considered two cases where nitrogen replaced second nearest
neighbor silicon. These were found to be signiﬁcantly higher
in energy (∼7 eV) and therefore not considered further in this
work. We considered low- and high-spin conﬁgurations. In
all cases, the high-spin state was lower in energy by roughly
0.2-0.3 eV.

Figs. 4 and 5 which compare measurements of NO annealed
and as-grown MOSFETs via both EDMR techniques.
If the EDMR is detected via BAE, the as-grown device
spectrum is virtually identical to the NO-annealed device
spectrum (Fig. 4), but if the EDMR is detected via SDCP,
the NO-annealed device spectrum is broader than the
as-grown device spectrum by about 1.5 G (Fig. 5). This
broadening is almost certainly due to hyperﬁne interactions
with nearby nitrogen introduced by the NO anneal, because
the spectral linewidths are virtually identical between BAE
and SDCP in the as-grown device. In contrast, the SDCP
spectrum is much broader for the NO-annealed device. The
spectral broadening and the change in energy levels are
apparently linked. The BAE spectra (due to only those
defects with −/0 energy levels near midgap) are essentially
un-broadened by the NO anneals whereas the SDCP spectra
(due to defects with −/0 levels more broadly distributed
through the gap) are signiﬁcantly broader. How can this
be? Our results make sense if a majority of VSi are coupled
to nearby nitrogen, the nearby nitrogen shifts the −/0 VSi
energy levels away from midgap. DFT provides insight into
this theory.
Theoretical results

As mentioned previously, we consider nitrogen atoms
introduced as third-nearest neighbors (nitrogen substituted for

DISCUSSION
Electrically detected magnetic resonance results

As mentioned previously, BAE and SDCP offer complementary information about the energy levels of the observed
defects.15 The BAE approach is speciﬁcally sensitive to
defects with energy levels near midgap while the SDCP
measurements (for our case) are sensitive to defect levels
throughout ∼85% of the bandgap.15 The line shape of the
(dramatically reduced) NO-annealed device EDMR spectrum
depends on the EDMR detection technique. This difference
is clear in both high and ultra-low resonant frequency EDMR
measurements. However, the differences are most evident in
the ultra-low frequency spectra, and we can assume that
changes to spectra (in our case, spectral broadening) are
almost entirely due to hyperﬁne interactions8 which simpliﬁes our discussion. Representative results are illustrated in

FIG. 5. 360 MHz SDCP spectra comparing NO annealed (black) and
as-grown (red) samples.
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TABLE I. Energies of formation and intra-defect distances for sites labeled
in Fig. 4.

VSi
N-a
N-b
N-c

RNVSi (Å)

ΔEf (eV) (Si-rich)

…
3.36
4.78
5.87

2.75
4.94
4.96
5.11

carbon) to paramagnetic VSi . In Table I, we show the
energies of formation (ΔEf ) in the neutral charge state (in a
Si-rich limit), and the intradefect distance, the distance
between the defect center and the average position of the
nitrogen nuclei (RNVSi ), for the various NC  VSi conﬁgurations. The stability of nitrogen at carbon sites changes
remarkably little with distance from the vacancy. Assuming
equilibrium conditions, there would be half as many NC substitutions at 4.78 Å, and 0.003 as many at 5.87 Å, as there are
at 3.36 Å.
In Fig. 6, we show computed defect levels for isolated
VSi and for the nitrogen substituting for carbon atoms near a
VSi . We label the levels for the NC sites with the analogous
charge state of the isolated VSi . We expect that the NC
will donate one of its electrons to the VSi so that the neutral
VSi þ NC defect complex corresponds to −1 charge-state of
the vacancy and a positive nitrogen ion. This simple picture
is supported by the preservation of the general features of the
VSi level diagram, with shifts downward, consistent with the
NC acting as a modest perturbation on the VSi . The further
the nitrogen ion is from the VSi , the smaller the shift. The
−/0 level corresponds to the level observed in the EDMR.
The largest shift of this level, for the nearest nitrogen, N-a, is
∼0.5 eV. Note that Fig. 6 has no reference to the band edges.
In Fig. 3, we compare our defect levels for the VSi from
several calculations in the literature.29–32 Note that the results
from Zywietz et al.,30 from Ettisserry et al.,32 and from the
current work all put the −/0 level near midgap. Reference 29
did not account for ﬁnite cell effects. The results from

FIG. 6. Defect levels, as calculated using the LMCC, for the silicon vacancy
and for the three conﬁgurations of NC-VSi defect pairs labeled N-a, N-b, and
N-c in Fig. 2.

Ref. 32 are for hybrid screened exchange and include both
ﬁnite cell corrections and an approximate treatment of the
proximity to the interface. Note that, for the −/0 level, there
is an insigniﬁcant difference between Si(h) and Si(k), the
two inequivalent silicon sites in 4H-SiC. While we do not
include interface effects, for defects 3 Å from the interface,
the interface electrostatic adjustment is only 0.05 eV for the
−1 charge state.32,33 Finally, we should note that the shifts in
Fig. 6 are independent of interface effects. Finally, the band
edges in Fig. 3 imply that for all nitrogen decorated vacancies considered, the +/++ level will be subsumed into the
valence band.
The downward shift in the near midgap −/0 level in the
current calculation would explain the experimental EDMR
observations. When nitrogen introduced by the NO anneal
decorates VSi , those VSi would not be probed by the BAE
measurements. (VSi without nitrogen will still be probed.)
The NC  VSi complex would, however, be probed by the
SDCP measurements, and they would be broadened by the
nitrogen. This is exactly the case. The Wang result31 and
Torpo result29 would lead to little change, the spin-active
state is already completely within the range of the SDCP
experiment and yielding no difference between the BAE and
SDCP after the NO anneal.
Finally, we turn to the calculated spin densities on the
nitrogen ions. We used Mulliken population analysis34 generalized for solids. Following Mulliken, in Eq. (5), we deﬁne a
set of gross spin populations
α,β

ρα,β
nA

¼

norb
XX
k

X

α,β k
α,β
Ck,i,n
S
Ck,i,m
,
A nA ,mB
B

(5a)

ρα,β
nA ,

(5b)

ρSnA ¼ ραnA  ρβnA ,

(5c)

ρSA ¼ ραA  ρβA ,

(5d)

ni,α,β
occ

i¼1

ρα,β
A ¼

mB

X
nA

where k is summed over the k-vector sample, i is summed
over spin-up (α) or spin-down (β) eigenstates, nA and mB
label the Bloch function associated with the local orbital
basis element nA and mB , centered on atoms A and B, respectively, C is the complex linear combination coefﬁcients for
the Bloch functions in the eigenvectors, ni,α,β
occ is the occupation number of the ith α or β eigenfunction, determined
by Fermi-Dirac statistics, and S is the k-dependent overlap
matrix between Bloch functions.
In Table II, we show the total spin densities on N-a,
N-b, and N-c. These are sums of terms shown in Eq. (5c)—
essentially the angular momentum projections of the atomic
Mulliken spin populations. Qualitatively, they measure the
overlap of the defect wave function in the −1 charge state
with the nitrogen atom that decorates the vacancy. Because
the wave function is localized on the core of the vacancy, it
is unsurprising that the nitrogen-spin density decreases
monotonically with distance. We should note that these are
pseudo-spin densities obtained from the pseudo-wave functions. They do not include core-polarization, and they do not
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TABLE II. Spin densities, in electron spins, on the three sites shown in
Fig. 4.
s-density
N-a
N-b
N-c

−3

1.73 × 10
7.0 × 10−4
7.0 × 10−4

p-density
−2

2.46 × 10
1.13 × 10−2
1.12 × 10−2

d-density
3.2 × 10−4
6.4 × 10−4
6.1 × 10−4

have the correct orthogonality oscillations that would permit
direct calculation of hyperﬁne parameters. However, these
sums over direction and a split-valence basis set are good
ﬁrst order approximations (to better than a factor of two) for
estimates of broadening due to the hyperﬁne interactions
with the nearby nitrogen atoms. Hyperﬁne constants for
electrons 100% localized on the near 100% abundant
14
N sites35,36 allow for approximate calculation of the broadening. The isotropic hyperﬁne coupling constant for an
electron 100% localized on a nitrogen s-orbital would be
646.2 G. The anisotropic hyperﬁne coupling constant for an
electron 100% localized on a nitrogen p-orbital would be
19.8 G. Since the nitrogen nucleus has a spin of one and the
s-contribution is somewhat larger than the p-contribution, we
estimate that the broadening would be dominated by the
s-character contribution and would correspond to about 2.2 G
for nitrogen atoms at the N-a sites and 0.9 G for nitrogen
atoms at the N-b and N-c sites. The net effect would be a
weighted average of these values. Thus, the experimentally
observed broadening between as-grown and NO-annealed
SDCP spectra of about 1.5 G is in good agreement with the,
admittedly, semi-quantitative theoretical values. This broadening would, of course, only be observable if these nitrogen
atoms were to be present at a very high fraction of the defect
sites. Our results then are entirely consistent with the earlier
work of others indicating a very high density of nitrogen
induced in the near interface region by the NO annealing.
However, since our resonance results are only sensitive to the
immediate surroundings of the defects, they do not directly
address the overall nitrogen concentration in the near interface region, but only the nitrogen concentration in the immediate vicinity of these defects.
SUMMARY

Our results provide a coherent explanation for the differences in the BAE and SDCP EDMR results for devices
which have and have not been subjected to the technologically important NO anneals. Nitrogen atoms in close proximity to the silicon vacancy centers will both lower the −/0
energy levels and broaden the EDMR spectra. Our work is
also consistent with the earlier work of others indicating the
presence of extremely high densities of nitrogen atoms at the
SiC-oxide interface as a result of NO anneals.1,2 We note
that the defects measured by BAE and SDCP are close to the
interface; however, due to the complicated nature of the
experiments, we can only make an order-of-magnitude estimate for their location. The limiting dimension in the SDCP
measurement is likely the width of the inversion layer
because the traps must be ﬁlled by the inversion electrons

supplied by the source and the drain. This width is well
understood37 and corresponds to several nanometers in these
measurements. Thus, a reasonable order-of-magnitude estimate for the defect distance is within several nm of the interface. It should also be noted that our results also suggest that
the NO anneals would be more effective in improving the
performance of n-channel devices than p-channel devices as
the introduction of the nitrogen atoms will drive remaining
defect energy levels downward toward the interface SiC
valence band edge.
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Multiple-photon transitions in electrically detected magnetic resonance
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We report an ultralow-field frequency-swept electrically detected magnetic resonance (fsEDMR) measurement
scheme sensitive to so-called ultrastrong coupling in paramagnetic systems, which arises from comparatively
strong driving fields and weak Zeeman interaction with small static fields. We observe multiple-photon
transitions in the EDMR spectrum of a 4H-SiC transistor. The multiphoton transitions are a strong function
of the linearly polarized driving field and of the static field. The observation of both field-swept EDMR at
a constant frequency and fsEDMR demonstrate that the transitions we observe are caused by multiphoton
transitions. In the small static field and large driving-field regime, Bloch-Siegert effects cause small changes
to the resonant frequency. We observe these Bloch-Siegert shifts in the resonance frequency in the ultralow-field
fsEDMR scheme and verify the observation by also measuring the driving field directly using Faraday’s law of
induction and a sensing coil. Multiphoton transitions are important for quantum engineering applications.
DOI: 10.1103/PhysRevB.102.020101

Multiple-photon transitions have been observed in nuclear
magnetic resonance [1–3], electron paramagnetic resonance
(EPR) [4,5], and in optically detected magnetic resonance
[6]. The multiphoton transitions have widespread applicability from electrically driven magnetic resonance of spins
in quantum dots [7], magnetic resonance imaging [8], and
manipulation of coherent spin states in spin-based qubits
used for quantum computation [9]. Furthermore, in the ultrastrong coupling regime, Bloch-Siegert shifts (BSS) emerge
[10], which have applications in imaging [11] and quantum computing [12]. Both multiphoton transitions and BSS
are observed in this work in the electrically detected magnetic resonance (EDMR) spectrum of interface defects in
4H-SiC/SiO2 metal-oxide-semiconductor field-effect transistors (MOSFETs). The absorption of two or more photons
requires conservation of angular momentum. Right and left
circularly polarized photons have corresponding angular momentum J = 1 with mJ = ±1 denoted as σ ± photons, respectively. For multiphoton transitions, discrete numbers of photons are absorbed for the transitions. In the work of Clerjaud
and Gelineau, the n = 2 transition and n = 3 transition
were observed in conventional EPR, where n is the number
of photons [4]. They account for the angular momentum
conservation for the two-photon transition by labeling one of
the absorbed quanta as a π photon which would exist if some
component of the linearly polarized driving field (B1 ) was
parallel with the static field B0 . The π -type photons are associated with mJ = 0; these photons can be absorbed or emitted
by the spin system regardless of the spin angular momentum
difference of the transition since the wave function of the π
photon is π = √12 (σ + + σ − ) [5]. At ultralow magnetic fields
(0.5 mT) which would involve driving-field frequencies in
the range of ∼5−15 MHz or less, the electron spin Zeeman
*
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interaction is small and comparable to B1 . Mkhitaryan et al.
show that, in weak field measurements, interaction of the
spin system with the environment can cause the two-photon
transition [4]. The effect of the environment can be viewed
as a time-dependent tilt of the DC field [13]. Mkhitaryan
et al. modeled the environment for the two-photon absorption
as a fluctuator coupled to the spin via the dipole interaction
[13]. We utilize the model proposed by Mkhitaryan et al.
to analyze the shapes of the two-photon resonances [13].
We find strong agreement between the theory of Mkhitaryan
et al. [13] and our experimental results. Ultralow-field EDMR
measurements of spin-dependent recombination currents in
SiC devices provide a particularly convenient system to study
the ultrastrong coupling regime (B1 ≈ B0 ). At such low fields
and frequencies, the environment enabling the two-photon
transition can be conveniently studied; in the case of 4HSiC, the environment would be influenced by (small) hyperfine fields [13]. We observe the electrical detection of the
two-photon transition utilizing both continuous-wave EDMR
(cwEDMR) and frequency-swept (fs) EDMR. The observation of these transitions in both fsEDMR and cwEDMR
demonstrates that they are certainly due to multiphoton transitions; it rules out the possibility of harmonic detection from
the apparatus. Ultralow-field fsEDMR is a convenient scheme
for studying the EDMR response within the sub-mT range
because fsEDMR eliminates a near-zero field magnetoresistance (NZFMR) response, which often dominates the sub-mT
regime in a magnetic field-swept measurement [14,15].
Continuous-wave EDMR is achieved in a manner much the
same as EPR aside from the detection scheme. In EDMR, a
change in device current occurs at resonance. To understand
the EDMR results of this paper, we provide a brief discussion
of EPR. Consider a sample with paramagnetic defects that is
placed within a microwave cavity situated between the pole
faces of an electromagnet. Consider first the simplest possible
case in which unpaired electrons residing in these defects are
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otherwise unperturbed by their local environment. The cavity
along with a microwave bridge provides microwave radiation
of energy E = hv, where h is Planck’s constant and v is the
microwave frequency. The electromagnet provides a magnetic
field B; its magnitude splits the unpaired electrons’ energy
via the Zeeman interaction. The energy of the electron spins
in this B field is split into two levels characterized by the
electrons’ spin quantum number ms which can either be +1/2
or −1/2. When the microwave radiation energy is equal to
the difference in energy between the electrons’ +1/2 and
−1/2 levels [16,17], hv = ge μB B, resonance occurs and the
electrons transition from +1/2 to −1/2 (or vice versa). Here,
ge is the Landè g factor (ge ≈ 2.0023 . . .), μB is the Bohr
magneton, and B is the magnitude of the applied field. In EPR,
the absorption of microwave power is detected. Information
about the defect’s local environment is extracted via deviations to this resonance condition, two of which are spin-orbit
coupling and electron-nuclear hyperfine interactions [16].
Electron-nuclear hyperfine interactions are the interactions
between the magnetic moments of the unpaired electrons and
the magnetic nuclei. EDMR is based on the intermediate
coupling of two electrons which results in a nearly field and
frequency independent sensitivity [18]. Thus, ultralow field
EDMR measurements are possible without a loss in signal
amplitude [18]. For the low magnetic fields utilized, spinspin interactions are also important to understand our results
[19,20].
One way in which EDMR takes place is through spin
dependent recombination (SDR). SDR can be understood by
theory first developed in a seminal paper by Kaplan, Solomon,
and Mott [18]. Consider the following (qualitative) explanation of SDR. When a conduction electron encounters a deep
level paramagnetic defect, the unpaired electron will couple
with the conduction electron to form an intermediate state. If
both electron spins are parallel, the electron will be unable to
transition into the paramagnetic defect as this transition would
violate the Pauli Exclusion Principle; these triplet states (spin
angular momentum S = 1) tend to dissociate. However, at
resonance, spin flipping events at the deep level site will transform triplet states into singlet states (spin angular momentum
S = 0), in which the unpaired electron and conduction electron spins are anti-parallel. Now the conduction electron may
fall into the deep level and will subsequently recombine with
a valance band hole. (This sequence could be reversed with
the hole capture followed by electron capture.) The singlet
state transition and subsequent recombination conserves spin
angular momentum, as S = 0, while triplet state capture
and recombination will not, as S = 1. Other spin dependent
transitions detected via EDMR are also possible, such as
spin-dependent trap-assisted tunneling [19,21–23].
EPR observations of multiples of the resonance field corresponding to multiphoton transitions have been reported previously [4]. Quite recently, Mkhitaryan et al. have addressed, in
some detail, the theory of two-photon absorption in magnetic
resonance [13]. They model the two-photon resonance line
shape as a function of drive (B1 /B0 ) and show that for strong
drive, the two-photon line shape is a single peak whose
spectrum narrows with increasing drive. For weak drive, the
two-photon line shape is a two-peaked line with a broader line
shape. The ratio (B1 /B0 ) has also previously been explored in

studies of the transition amplitudes corresponding to multiphoton transitions [5]. For larger transition amplitudes, which
are proportional to this ratio, the more likely the multiphoton
transitions are to occur. Thus, we expect and observe that
ultralow-field (sub-mT) EDMR measurements yield a high
sensitivity to multiphoton transitions.
We utilize an n-channel 4H-SiC MOSFET with a thermal
ONO oxide with thickness 50 nm. These samples have
recently been utilized in SDR measurements [24]; they
have a very large density of interface defects which yield
a large EDMR response. Charge-pumping measurements
[25–27] indicate that the average interface defect density is
2 × 1012 cm−2 eV−1 . The gate area is 250 × 20 μm2 . We
utilize the bipolar amplification effect (BAE) measurement
[28], which is an SDR measurement sensitive to 4H-SiC/SiO2
interface traps with energy levels within the vicinity of the
middle of the 4H-SiC band gap. In BAE, the MOSFET drain
to body contact is forward biased well past the junction builtin voltage and the gate is biased close to but below inversion
so that the electrons injected from the drain will travel at or
very near to the 4H-SiC/SiO2 interface as they proceed to the
source. The body is grounded and the current is monitored
through the source, which is held at virtual ground. Our
experimental apparatus utilizes a custom-built electromagnet
with built in modulation coils situated inside a three-layer
cylindrical μ-metal zero-Gauss chamber with outer shield
2.8 m long and 0.6 m in diameter. We utilize a Kepco BOP
20-5D bipolar power supply for magnet power, a Lake Shore
Cryotronics 475 DSP Gaussmeter and Hall probe, a Stanford
Research Systems SR570 preamplifier, a LABVIEW-based
virtual lock-in amplifier, a Marconi/IFR 2026Q rf source fed
into a custom-built resonator with diameter 6.6 mm with
nine turns, a LeCroy LC564A 1 GHz oscilloscope for power
monitoring, and a LABVIEW-based graphical user interface for
magnetic-field modulation, data acquisition, magnetic-field
control, and power leveling. Magnetic-field modulation is
supplied from the computer, amplified by an Insignia stereo
amplifier, and subsequently fed into the built-in modulation
coils. Figure 1 illustrates a diagram of the experimental setup.
For 87.5-MHz measurements, a Doty Scientific 85-MHz,
12-mm-diameter resonator coil was utilized with a 10-W HD
Communications Corp. HD29347 1 − 1025-MHz rf amplifier.
All measurements were performed at room temperature.
Sweeping frequency can result in changes in the rf level
caused by the impedance of the resonator. These changes in
rf level could significantly impact the AC device current detected causing power fluctuations in the device that distort the
EDMR spectrum. This problem is circumvented by utilizing
a proportional-integral-derivative (PID) controller to monitor
the power level utilizing a GHz oscilloscope as mentioned
previously. The PID scheme for power leveling has recently
been introduced by Manning et al. for electrically detected
electron nuclear double-resonance measurements [29]. The
voltage out of the rf source is measured by a GHz oscilloscope
and is fed back to the PID controller so that power-level
changes are corrected.
Figure 2 illustrates the low-field/frequency (87.5-MHz)
cwEDMR and NZFMR [14,15] spectrum for the 4H-SiC
MOSFET sample. Here, we utilize the Doty Scientific resonator coil. In this measurement, magnetic-field modulation
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FIG. 1. (a) Schematic illustration of the experimental apparatus; (b) the custom-built resonator.

was utilized. From Fig. 2, the two-photon transition at B ≈
6 mT is present. Here, the rf field B1 ≈ 0.11 mT, which
was measured utilizing a two-turn 12-mm-diameter (matched
with the resonator) sensing coil. Thus, the ratio of B1 /B0 ≈
10−2 . A half-field “forbidden” ms = 2 transition is present
in Fig. 2, which involves the dipolar interaction of the unpaired electron spin to the conduction-level electron (The
half-field transitions can be utilized to count the number of
spins, or paramagnetic defects, in the sample [17,19,20].)
The spectrum in Fig. 2 has side structures in the EDMR

FIG. 2. NZFMR and low-field and -frequency (3 mT/87.5 MHz)
cwEDMR spectrum for the 4H-SiC transistor. The inset shows the
two-photon transition of the cwEDMR spectrum occurring at 6 mT.

response, which are separated by 1.1 mT. These side peaks
are presumably the result of hydrogen complexed E’ centers
in the MOSFET gate oxide [30–33]. It should be noted that
the defects studied here presumably have spin-spin relaxation
times in the 10s of μs and spin-lattice relaxation times in
the range of 100s of μs at room temperature based on recent
literature [34–37].
As anticipated, the multiphoton transitions of the EDMR
spectrum are much more pronounced at ultralow magnetic
fields and rf frequencies. We have made measurements in
the range of 0.2 − 0.5 mT corresponding to rf frequencies
of 5.6 − 14 MHz. Since such low resonant fields are utilized, we have housed the low-field spectrometer inside of
a zero-Gauss chamber. This eliminates stray magnetic fields
caused by the various electronic components utilized and also
eliminates the Earth’s ambient magnetic field (≈0.05 mT).
In the ultralow-field and frequency measurements, we utilize
a second custom-built resonator with a 6.6-mm diameter as
illustrated in Fig. 1. The values of B1 were again determined
utilizing a diameter-matched 3-turn 6.6-mm sensing coil.
Figure 3 shows representative field-swept EDMR spectra with
the rf frequency held at 8.4 MHz for B1 ≈ 0.10 mT, B1 ≈
0.06 mT, and B1 ≈ 0.03 mT. Here, we utilize frequency
modulation of the rf to eliminate the NZFMR response. It is
clear from Fig. 3 that the n = 2 transition can be observed for
B1 ≈ 0.10 mT and B1 ≈ 0.06 mT. Note that signal to noise
of the n = 2 response for B1 ≈ 0.06 mT limits our measure
of the center crossing of this line. The line is presumably
caused by the two-photon transition evident from the position
of the peak (twice the resonant field). The transition disappears at lower power levels. In Fig. 4, we present fsEDMR
measurements observed at static magnetic fields of 0.2, 0.3,
0.4, and 0.5 mT. In these measurements, the values of the
driving field B1 ≈ 0.10 mT, B1 ≈ 0.06 mT, B1 ≈ 0.03 mT,
B1 ≈ 0.015 mT. It is clear that with a decrease in B0 and an
increase in B1 , peaks appear at vn = v0 /n where v0 is the
frequency at which the n = 1 transition occurs (the classical
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FIG. 3. Representative field-swept ultralow-field EDMR utilizing frequency modulation of the rf. The rf frequency was 8.4 MHz.
Note that the two-photon transition is clearly present at twice the
resonant field for B1 ≈ 0.06 mT and B1 ≈ 0.10 mT.

transition). It is quite obvious from this plot that the peaks
occur at divisions of the rf frequency corresponding to integer
n > 1. Table I provides a list of the peak positions and widths
of each transition. This confirms that the observed doublefield resonances in the cwEDMR measurements are the result
of multiphoton transitions as this result could not be caused

by harmonics. If these transitions were harmonic detection
of the source frequency, one would expect to observe the
fsEDMR transitions at integer multiples of the resonance
frequency. However, it is clear from Fig. 4 that this does
not occur and we observe transitions at integer divisions of
the rf frequency, consistent with multiphoton transitions [7].
The two-photon transition is a forbidden transition. However,
as recently proposed by Mkhitaryan et al. [13], the observation of the two-photon transition is a consequence of dipole
coupling of the paramagnetic center with the environment
which can be modeled as “noise.” In EDMR measurements
of organic light-emitting diodes (OLED), the noise amplitude
is controlled by local hyperfine fields [13,38]. In EDMR
measurements of 4H-SiC MOSFETs, hyperfine fields would
also control the level of noise. (It may be worth pointing
out that, in 4H-SiC, the hyperfine fields could be controlled
via isotopic substitution of 12 C and 28 Si.) Thus, one could
effectively tune the environment with isotopic substitution;
the two-photon transitions could be utilized to study this
effect.
Mkhitaryan et al. predicted that the shape of the twophoton transition for weak drive (B1  B0 ) should have a
two-peak structure [13]. One can see this result in the twophoton curve of Fig. 2 at B ≈ 6 mT corresponding to weak
drive since B1 /B0 ≈ 10−2 . In the fsEDMR spectra of Fig. 4,
the two-photon transitions are single peaks whose linewidths
narrow with increasing drive. This spectral narrowing of the
two-photon line was also predicted by Mkhitaryan et al. [13]
for strong drive; the single-peak profile of the two-photon
transition is sensitive to changes in B1 since the profile I (β ) ∝
1/(1 + β 2 δ 2 ), where δ is a dimensionless quantity which
incorporates the detuning from the two-photon resonance and
β ∝ B14 /B04 is a dimensionless quantity which incorporates
the effect of drive [13]. From Fig. 4 and Table I, the width
of the two-photon curve decreases with increasing B1 /B0 but
is only weakly dependent, consistent with the conclusions of
Mkhitaryan et al. [13].

FIG. 4. Frequency-swept ultralow-field EDMR. The amplitudes have been normalized. (a) B0 set to 0.2 mT, (b) B0 set to 0.3 mT, (c) B0 set
to 0.4 mT, and (d) B0 set to 0.5 mT. It is clear that the multiphoton transitions are dependent on both B0 and B1 . The multiphoton transitions
occur at integer divisions of the rf resonant frequency. The n = 3 transition is observed for B1 at 0.10 mT and B0 at 0.2 mT. The n = 2 transition
is observed for B1  0.06 mT.
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TABLE I. Positions f and width w (in units of MHz) of the single- (n = 1), two-(n = 2), and three- (n = 3) photon transition from Fig. 4
for B1  0.06 mT.

XXX
B1

B0
XXX
XXX

≈0.10 mT

≈0.06 mT

0.2 mT

0.3 mT

0.4 mT

0.5 mT

n = 1 : f = 6.3
w = 4.0
n = 2 : f = 3.2
w = 0.8
n = 3 : f = 2.1
w = 0.4
n = 1 : f = 6.1
w = 3.4
n = 2 : f = 3.0
w = 0.9

n = 1 : f = 8.8
w = 4.3
n = 2 : f = 4.4
w = 1.0

n = 1 : f = 11.4
w = 4.2
n = 2, f = 5.8
w = 1.4

n = 1 : f = 14.1
w = 4.3
n = 2 : f = 7.1
w = 1.5

n = 1 : f = 8.6
w = 3.7
n = 2 : f = 4.3
w = 1.2

n = 1, f = 11.4
w = 3.8
n = 2, f = 5.7
w = 1.5

n = 1, f = 14.1
w = 3.6
n = 2, f = 7.0
w = 1.6

We expect to observe the BSS [10] of the rf frequency,
which occurs for a strong linearly polarized B1 when B0 is
weak. According to Clerjaud and Gelineau, for odd transitions, the shift in frequency caused by the Bloch-Siegert effect
is [4]



(γ B1 )2
, p = 0, and
4v


(γ B1 )2
(2p + 1)/p(p + 1),
v =
4v

v =

p = 1, 2, 3, . . . (1)

Here, γ is the gyromagnetic ratio for the electron
(28 MHz/mT), n = 2p + 1 is the number of photons for
the given transition, and v is the rf frequency. Equation (1)
can provide a first-order estimate of the rf field B1 [4,39].
For the n = 1, p = 0 transition, we calculate B1 from the
BSS corresponding to the sensing coil measurement of B1 ≈
0.10 mT and B1 ≈ 0.06 mT (at lower B1 , the shift is on the
order of a few hundredths of a MHz which is below our
detection limit). The results are shown in Table II.
The error between the BSS B1 and the B1 estimated with
the sensing coil is mainly caused by the error in the frequency
measurement of the center crossing of the spectra (signal-tonoise limitation) and, to a lesser extent, error of the sensing
coil measurement. The B1 values between the two measurements fall within range of one another. We thus conclude
that the BSS extracted B1 is in agreement with B1 measured
via the sensing coil. We have confirmed the extraction of
BSS B1 ≈ 0.12 mT via the BSS for the spectrum of Fig. 4
corresponding to B0 ≈ 0.3 mT and B1 ≈ 0.10 mT measured
via the sensing coil [Fig. 5(b), bottom spectrum]. The utilization of BSS for determination of B1 has been reported elsewhere [8,11,39]. This is an observation of BSS in an EDMR
measurement.

In conclusion, we present ultralow-field fsEDMR and
magnetic-field-swept cwEDMR results that directly measure multiphoton transitions of the EDMR spectrum of
4H-SiC/SiO2 interface defects in 4H-SiC MOSFETs. For the
ultralow-field range explored here (0.2−0.5 mT), a cwEDMR
measurement utilizing conventional magnetic-field modulation would be impossible as a NZFMR response would overwhelm most, if not all, of the ultralow-field EDMR spectrum.
We are able to circumvent this problem by utilizing frequency modulation of the rf field. We provide representative
cwEDMR spectra as a function of the driving field B1 and
show that transitions corresponding to multiphoton absorption
occur at multiples of the rf resonance field. We also utilize
fsEDMR at ultralow magnetic fields to confirm the observed
multiphoton transitions. In the fsEDMR measurements, we
are able to observe transitions up to n = 3 photons (Fig. 4).
In addition, we observe Bloch-Siegert shifting of the EDMR
frequency in our fsEDMR measurements which we confirm
via direct measurement of B1 via Faraday’s law with a sensing
coil. This represents EDMR observation of the multiphoton
transitions in an inorganic semiconductor device. The multiphoton transitions and Bloch-Siegert effect are both important
for quantum engineering applications, such as spin-based
quantum computation.
We would like to thank Brian R. Manning for his contributions to the spectrometer setup and automatic power leveling.
We would also like to thank Stephen J. Moxim for acquiring
data and fruitful discussions regarding the interpretation of
the results. This work at Penn State was supported by the US
Army Research Laboratory. Any opinions, findings, conclusions, or other recommendations expressed herein are those
of the authors and do not necessarily reflect the views of the
US Army Research Laboratory. This work was also supported
by the Air Force Office of Scientific Research under Award
No. FA9550-17-1-0242.

TABLE II. Bloch-Siegert shift in MHz, B1 measured with a sensing coil, and B1 extracted from (1) for the spectra of Fig. 4(a).
Approximate BSS v (MHz)
0.5
0.2

B1 estimated with the sensing coil (mT)

B1 measured through the BSS (mT)

0.10 ± 0.01
0.06 ± 0.01

0.12 ± 0.03
0.08 ± 0.04
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ABSTRACT
We have developed a new ultra-low field frequency-swept (FS) electrically detected magnetic resonance (EDMR) spectrometer to perform
sensitive EDMR measurements of 4H-silicon carbide (SiC) metal–oxide–semiconductor field-effect transistors at sub-millitesla (mT) magnetic fields. The new spectrometer design enables the detection of so-called ultra-strong coupling effects such as multiple-photon transitions
and Bloch–Siegert shifts. In this paper, we present a new spectrometer design and discuss ultra-low field FS-EDMR sensitivity to both multiphoton transitions and Bloch–Siegert shifts of the FS-EDMR response. FS-EDMR effectively eliminates the interference of the sub-mT
EDMR response from a near-zero field magnetoresistance (NZFMR) phenomenon that pervades the sub-mT regime in a magnetic fieldswept EDMR scheme. We discuss an automatic power leveling scheme, which enables frequency sweeping. We also present results illustrating the Bloch–Siegert shift of the FS-EDMR response. Finally, we study the two-photon transition line shape in the 4H-SiC transistor as a
function of the static field, in which we observe a collapse of the two-photon linewidth with decreasing static field and compare our results
to the theory of two-photon absorption in EDMR.
Published under license by AIP Publishing. https://doi.org/10.1063/5.0042484
I. INTRODUCTION
Recently, there has been increasing interest in performing electrically detected magnetic resonance (EDMR) measurements at ultralow magnetic fields.1–10 By utilizing multiple fields and frequencies in
EDMR measurements, better separation of hyperfine contributions
and spin–orbit coupling can be achieved.1,7,11 Sub-millitesla (mT)
EDMR measurements have recently been demonstrated both in
organic6,8 and inorganic systems.12 However, studies of magnetic
field-swept EDMR in the sub-mT regime have been limited presumably because of a near-zero field magnetoresistance (NZFMR) effect
that often overwhelms the sub-mT regime.13,14
The purpose of this work is to provide a proof-of-concept
demonstration of a new, sensitive sub-mT EDMR technique, which
effectively eliminates interference from the NZFMR effect. This
work extends recent work by our group in studies of ultra-strong
coupling effects in 4H- silicon carbide (SiC) EDMR measurements.12 The technique utilizes a frequency sweep of the rf that
provides the oscillating driving field for resonance with the static
field held constant. Utilizing this setup, NZFMR phenomena are
no longer detected since the observed transitions depend only on

the rf frequency and the applied static magnetic field. The new
ultra-low field frequency-swept (FS) EDMR scheme is sensitive to
multiple-photon transitions and Bloch–Siegert shifts (BSSs)15 in
measurements of 4H-SiC metal–oxide–semiconductor field-effect
transistors (MOSFETs).12
4H-SiC is a useful material for high power16 and high temper17
ature applications because of the wide bandgap (3.26 eV) and features a 10 higher breakdown field (2.2 MV/cm) and higher
thermal conductivity (3.7 W/cm K) than silicon (Si).17 SiC is also
becoming progressively more important for quantum engineering
applications.18–23
The BSS is an important strong coupling phenomenon that
has applications in B1 mapping24 and quantum engineering.25 Both
multiphoton transitions and BSS have been observed very recently
in EDMR measurements performed on organic light emitting
diodes.26 Recently, Kraus et al: utilized optically detected magnetic
resonance measurements on SiC and achieved detection of
multiple-photon resonances through silicon vacancy defects.23
Recent work has demonstrated elimination of interference
caused by the NZFMR effect in ultra-low field EDMR studies of
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organics by utilization of amplitude modulation of the rf field.6,8 In a
frequency-swept measurement, the NZFMR response is effectively
eliminated because the NZFMR response is independent of the rf
and also requires a magnetic field sweep, which is responsible for
splitting the electron spin energy levels. The mixing of the electron
spin pair levels as the field is swept gives rise to the NZFMR effect.27
The FS-EDMR scheme enables a single measurement method to
probe sub-mT transitions.
In this work, the line shape of the observed two-photon transition in the 4H-SiC MOSFET is also studied utilizing recently
developed theory.28 In this work, the line shape of the two-photon
transition is studied as a function of the applied static field.
It should be noted that in NZFMR and EDMR measurements,
lock-in amplifier detection is utilized with magnetic field modulation. Thus, the NZFMR and EDMR responses will appear as
approximate derivatives.

II. ELECTRON PARAMAGNETIC RESONANCE,
ELECTRICALLY DETECTED MAGNETIC RESONANCE,
AND SPIN-DEPENDENT TRANSPORT

X

Ii  Ai  S:

(2)

i

Here, B is the applied magnetic field vector, g is a second-rank
tensor whose parameters depend on the spin–orbit coupling interactions, S is the electron spin angular momentum operator, Ii is the
nuclear spin angular momentum operator for the ith nucleus, and
Ai is the hyperfine coupling tensor for the ith nucleus. Other perturbations exist and are relevant to this study such as dipolar and
exchange interactions.
Conventional EPR has a sensitivity that scales with the field
and frequency of the measurement. At X-band frequencies, the sensitivity is about 1010 total defects.32 EPR is also sensitive to every
paramagnetic defect within the sample under study. Since conventional EPR measurement sensitivity depends upon the polarization
of the spin system, ultra-low field measurements with conventional
EPR having extremely low sensitivity. EDMR overcomes these limitations. It has a near field and frequency independent sensitivity
and is only sensitive to electrically active defects. It is also 10106
times more sensitive than EPR.33
B. Spin-dependent recombination

A. Introduction
Electrically detected magnetic resonance is based on electron paramagnetic resonance (EPR). To understand the results
presented, we provide a brief discussion of EPR. Consider a
sample containing point defects with unpaired electron spins
which is placed in a microwave cavity within an electromagnet.
Consider the simplest of cases when the electron is unaffected
by its surroundings. When a large magnetic field B0 is applied,
the energy of electrons within these defects will be split into
two levels. These levels are determined by the electron’s spin
quantum number, ms , which can have a value of +1/2 and
1/2. The sample is also subjected to a microwave field of magnitude B1 . In the simple case of an unpaired electron otherwise
unaffected by its surroundings, when the microwave frequency
ν times Planck’s constant h is equal to the electron energy splitting (Zeeman splitting) ΔE ¼ ge μB B0 , the sample will absorb
microwaves and the unpaired electron spins will “flip.” Here, ge
is the Landé g factor (ge  2:0023) and μB is the Bohr magneton. At resonance, the electron transitions from its +1/2 to
1/2 spin state (or vice versa). For the simple case of an electron unperturbed by its local environment, the resonance condition is given by29–31
hν ¼ ge μB B0 :

H ¼ μB B  g  S þ

scitation.org/journal/jap

(1)

Perturbations to the resonance condition (1) provide structural
information about the defects under study. Two of the most important perturbations are spin–orbit coupling and electron–nuclear
hyperfine interactions. Spin–orbit coupling changes the Landé g
factor ge to an orientation dependent number often expressed as a
second-rank tensor g. Electron–nuclear hyperfine interactions are
caused by the interaction between the magnetic moment of the
electrons and nearby magnetic nuclei. These two interactions can
be described via a spin Hamiltonian of the form,

One transport mechanism detected through EDMR is spindependent recombination (SDR). SDR can be understood through
seminal work of Kaplan et al.33 and subsequent work refining their
ideas.34–36 The following provides a simplified discussion of SDR.
Consider a conduction electron which encounters an unpaired electron spin residing at a deep level defect. The conduction electron
and trapped electron will couple to form an intermediate spin state.
These spin states canp
either
be singlet states (S ¼ 0) with basis state
ﬃﬃﬃ
S0 ¼ (j "#i  j #"i)= 2 with mS ¼ 0 or tripletpﬃﬃstates
(S ¼ 1) with
ﬃ
basis states Tþ ¼ j ""i, T0 ¼ (j "#i þ j #"i)= 2, and T ¼ j ##i
with mS ¼ þ1, 0, and 1, respectively. (It should be noted that in
the case of higher spin defects, for instance, a spin 3=2 silicon
vacancy center, quartet states exist, in which the three electron
spins couple.23,37) When a magnetic field B0 is applied, the conduction level electron transition to the deep level will be forbidden by
Pauli’s exclusion principle since both electrons will have the same
spin quantum number. These triplet states will tend to dissociate
and there will be no subsequent electron–hole recombination
(recombination via triplet states does not conserve spin angular
momentum since S ¼ 1). However, under resonance, spin flipping
events will transform triplet states into singlet states. Now, the conduction electron and the electron residing at the deep level defect
have anti-parallel spins. This is now an allowed transition and the
conduction electron will fall into the deep level defect and subsequently recombine with a valance band hole (recombination via
singlet states does conserve spin angular momentum since S ¼ 0).
In SDR, the flipping of the trap center spins is generally observed.
This process is illustrated in Fig. 1.
C. Two-photon absorption in electrically detected
magnetic resonance
In the case where EDMR is achieved with a linearly polarized B1
field, only odd numbers of photons may be absorbed.38 Normally,
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FIG. 1. Illustration of SDR: (left) triplet state dissociation and (right) singlet state
recombination.

only the n ¼ 1 transitions is observed. However, there is a finite
probability that n ¼ 3, 5, 7, numbers of photons are absorbed
during the transition. This can be detected by scanning out to n
times the resonant field. The fact that even-n transitions are generally
forbidden can be understood by considering the helicity of the
photons involved. If the B1 field is perpendicular to the static field B0 ,
photons with angular momentum J ¼ 1 will have mJ ¼ þ=  1.
These photons are denoted as σ þ= , respectively. Consider the
simplified diagram of Fig. 2. During the n ¼ 1 transition (the classical transition), a single σ þ or σ  photon will be absorbed when
the microwave or rf frequency of the B1 field matches the Zeeman
splitting of the electron spin states. The n ¼ 3 transition can also
occur at B0 if three photons are absorbed, each with frequency
ν ¼ ν 3 ¼ ν 0 =3, where ν 3 is the third sub-harmonic frequency.
This can occur because, in a linearly polarized B1 field, both σ þ
and σ  photons are present. Thus, as long as the angular momentum difference of the spin transition equals the angular momentum of the combination of photons absorbed, a multiple-photon
transition is possible.
Thus, even n transitions are forbidden. However, even transitions have been observed in EPR measurements.38,39 The even
transitions become possible if some component of the B1 and B0
field are parallel because π photons become possible. π photons
have angular momentum J ¼ 0 and their wave function is
pﬃﬃﬃ
π ¼ (σ þ þ σ  )= 2.38 In a recent paper by Mkhitaryan et al:,28
the two-photon transition in EDMR measurements at ultra-low
field and frequencies was modeled. The model is based on noise
caused by interactions of the environment with the spin system.
They note that this can be thought of as a time-dependent tilt of
the DC field.28 The authors predicted the two-photon line shape
for a strong drive and weak drive (which depends on the ratio
B1 =B0 ). In the present paper, we will only consider the strong
drive case (weak drive produces a two-peak line shape which
resembles electromagnetically induced transparency).28 The
strong drive case produces a single-peak symmetric line whose
linewidth narrows with the increase of B1 =B0 . The line shape of
the two-photon transition for strong drive [large β / (B1 =B0 )4 ]

FIG. 2. Cartoon illustration of single-photon transition with ν ¼ ν 0 (top) and
three-photon transition with ν ¼ ν 3 ¼ ν 0 =3 (bottom) at constant B0 . This multiphoton process is a special case of general multiphoton processes in which a
linearly polarized driving field induces resonances through σ þ and σ  of the
same frequency. Note that both σ þ and σ  photons are absorbed in transitions
corresponding to ν n ¼ ν 0 =n. In this case, which is most relevant to this work,
only odd transitions are allowed. It should also be noted that other multiphoton
processes are possible and outlined elsewhere.38

can be modeled using28

I(δ) ¼ 2τ S β

1 þ δ2
2

(1 þ δ 2 ) þ β 2 δ 2

exp β

!

1  δ2
(1 þ δ 2 )

2

:

(3)

Here, δ is a dimensionless parameter describing the detuning from resonance, τ S is the slow relaxation time, and β is a
dimensionless term describing drive. As noted by Mkhitaryan
et al:, (3) is an approximation for strong drive.28 Although (3) is
an approximation for strong drive, it is sufficiently accurate to
describe the experimental results in this paper. We utilize (3) to
model the two-photon transition. It should be noted that the
“noise,” which is utilized to estimate the line shapes is dependent
on local hyperfine fields.28
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D. Near-zero field magnetoresistance
Small local hyperfine fields control spin-dependent transport
at near-zero applied fields. A NZFMR effect can appear with
sweeping the quasi-static B0 field through the zero magnetic field.
The NZFMR response involves the mixing of singlet and triplet
state energy levels and the degeneracy that results in the mixing
depends on local hyperfine fields. NZFMR is often broader than
the EDMR response and the shoulders of the response can extend
well beyond the sub-mT region. A representative NZFMR trace of
the 4H-SiC MOSFET is shown in Fig. 3. The NZFMR response can
be modeled utilizing solutions to the stochastic quantum Liouville
equation and the density matrix.27
The NZFMR effect has the potential to be a very useful
defect identification tool27,40 and has been utilized for vector
magnetometry for space applications.18 NZFMR does not depend
on the driving field B1 , making it appealing for a simplified and
robust magnetometer.18
In the case of this work, NZFMR hinders our ability to
measure EDMR at sub-mT magnetic fields. The NZFMR response
overwhelms the sub-mT EDMR measurements in a magnetic
field-swept and magnetic field-modulated scheme because it
extends well through the sub-mT regime, as illustrated in Fig. 3.
Thus, a key benefit to frequency sweeping the B1 field is the elimination of the NZFMR effect. This is achieved because the static
field is held constant. NZFMR relies on a quasi-static and slowly
varying magnetic field.

scitation.org/journal/jap

polarization of the drive field induces a shift of the resonance toward
higher frequencies.41 In a magnetic field-swept measurement, the
shift would be toward the zero magnetic field.15,42 While these
changes are subtle, the high signal-to-noise EDMR of the 4H-SiC
MOSFET interface defects enables a crude extraction of the BSS. As
the driving field B1 approaches B0 , the BSS increases as the square of
B1 via the first order expression:
Δν ¼

(B1 γ)2
:
4ν 0

(4)

Here, Δν is the BSS in MHz, γ is the gyromagnetic ratio of the
electron (28 MHz/mT), and ν 0 is the resonance frequency in MHz.

III. EXPERIMENTAL
We utilize n-channel 4H-SiC MOSFETs with thermal ONO
oxide with a thickness of 50 nm and a gate area of 250  20 μm2 .
These samples have a very large EDMR response corresponding to
a large density of interface/near-interface defects.11,12 We utilize
the bipolar amplification effect (BAE) measurement.43 In BAE, the
MOSFET drain-to-body contact is forward biased well past the
junction built-in voltage such that only near-interface/interface

E. Bloch–Siegert shift
The Bloch–Siegert shift (BSS)15 in our measurements is caused
by the utilization of a linearly polarized driving field B1 . The linear

FIG. 3. Representative NZFMR trace illustrating the sub-mT regime.

FIG. 4. EDMR response of the 4H-SiC MOSFET utilizing rf frequency modulation. Note that the two-photon transition (n ¼ 2) emerges for B1 ¼ 0:10 mT and
disappears for B1 ¼ 0:03 mT. Adapted with permission from J. P. Ashton and
P. M. Lenahan, Phys. Rev. B 102, 020101(R) (2020). Copyright 2020 American
Physical Society.12

J. Appl. Phys. 129, 083903 (2021); doi: 10.1063/5.0042484
Published under license by AIP Publishing.

DISTRIBUTION A: Distribution approved for public release.

129, 083903-4

Journal of
Applied Physics

ARTICLE

defects are detected and the gate is biased close to but below the
inversion. The body is grounded and the current is monitored
through the source, which is held at virtual ground. This measurement is sensitive to defects with energy levels near the middle of

scitation.org/journal/jap

the 4H-SiC bandgap. The values of B1 were determined utilizing
Faraday’s law of induction and a sense coil in which the resonator
diameter and the sense coil diameter are matched (6.6 mm). All
measurements were performed at room temperature.

FIG. 5. (a) and (b) Schematic illustration of the ultra-low field FS-EDMR apparatus. Reprinted with permission from J. P. Ashton and P. M. Lenahan, Phys. Rev. B 102,
020101(R) (2020). Copyright 2020 American Physical Society.12 (c) FS-EDMR circuit diagram. Rs represents the impedance of the AWG, Rl represents the resistance of
the load, Zl represents the complex impedance of the B1 coil loop, Rc represents the resistance of the 10 attenuation cable, Ct represents the capacitance of the compensation capacitor, Ro and Co represent the internal resistance and capacitance of the oscilloscope, respectively. Adapted with the permission from Rev. Sci. Instrum. 90,
123111 (2019). Copyright 2019 AIP Publishing LLC.45
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IV. ULTRA-LOW FIELD FREQUENCY-SWEPT
ELECTRICALLY DETECTED MAGNETIC RESONANCE
A. Elimination of the NZFMR
In a magnetic field-swept EDMR measurement, the B1 field is
held constant and the B0 field is swept through resonance. This
approach works very well for magnetic fields that are larger than
1 mT. However, for sub-mT measurements, a magnetic fieldswept scheme utilizing magnetic field modulation would be ineffective since the EDMR response would likely overlap with the
NZFMR response. Subtraction of the NZFMR1,44 can also be utilized but requires an additional time-averaged scan with the rf field
turned off. Varying the type of modulation is also an option.
Instead of utilizing conventional magnetic field modulation, AM
and FM of the rf field can also be utilized.6,8 In Fig. 4, we utilize
FM of the rf field. In this figure, the two-photon line is apparent
for B1  0:10 mT. FS-EDMR also eliminates interference from the
NZFMR response because in FS-EDMR, B0 is held constant. Any
observed transitions are caused by the sweeping rf field, which the
NZFMR effect is independent of.
B. Spectrometer design
Figure 5(a) illustrates a diagram of the FS-EDMR apparatus.
Figure 5(b) illustrates a diagram of the resonator. The ultra-low field
FS-EDMR spectrometer utilizes a custom-built 4 in. electromagnet
with three sets of coils for greater field uniformity and built-in modulation coils. The electromagnet is situated inside a three-layer cylindrical μ-metal zero-Gauss chamber with outer shield 2.8 m long and
0.6 m in diameter. We utilize a Kepco BOP 20-5D bipolar power
supply for magnet power, a Lake Shore Cryotronics 475 DSP
Gaussmeter and Hall probe, a Stanford Research Systems SR570 preamplifier, a LabVIEW-based virtual lock-in amplifier, a Marconi/IFR
2026Q rf source fed into a custom-built resonator with diameter
6.6 mm with nine turns, a LeCroy LC564A 1 GHz oscilloscope for
power monitoring, and a LabVIEW-based graphical user interface
for magnetic field modulation, data acquisition, magnetic field
control, and power leveling. Magnetic field modulation is supplied
from the computer, amplified by an Insignia stereo amplifier, and
subsequently fed into the built-in modulation coils.

FIG. 7. FS-EDMR response of the 4H-SiC MOSFET for B0 ¼ 0:5, 0:4, 0:3,
and 0:2 mT with B1  0:10 mT. Adapted with permission from J. P. Ashton and
P. M. Lenahan, Phys. Rev. B 102, 020101(R) (2020). Copyright 2020 American
Physical Society.12

C. Automatic power leveling
Sweeping rf gives rise to power fluctuations in the EDMR
response of the device caused by changes in the impedance of the
resonator. These power fluctuations can often cause current
changes, which are much larger than the EDMR response and
obscure the resulting data. In order to circumvent this problem, a
software-based proportional-integral-derivative (PID) controller
was implemented to provide feedback to reduce fluctuations in
power. A similar scheme has recently been implemented by
Manning et al: for electrically detected electron–nuclear double resonance measurements.45 A basic block diagram depicting the operation of the PID controller is shown in Fig. 6.

FIG. 6. PID controller implementation for the FS-EDMR
spectrometer. Adapted with the permission from Rev. Sci.
Instrum. 90, 123111 (2019). Copyright 2019 AIP
Publishing LLC.45
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The PID controls the response of the arbitrary waveform generator (AWG) by monitoring the difference between the measured
output and a set point, which constitutes an error signal.46 The
PID’s output adjusts to drive the error toward zero. Additional
hardware was also included in order for the PID controller to function. A 50 Ω resistor was added in series with the B1 coil to behave
as the load. This is done to match the internal impedance of the
AWG to that of the load. The B1 coil has an inductance; however,
its impedance can be neglected at lower frequencies. However, as
the frequency increases, the impedance of the B1 coil increases. In
order to provide the PID controller with the measured output, a
LeCroy LC564A 1 GHz oscilloscope is placed in parallel to the
50 Ω resistor and B1 coil via a high impedance 10 attenuation
cable. The circuit diagram of the PID controlled FS-EDMR spectrometer is shown in Fig. 5(c).
The AWG requires a constant 50 Ω load to maintain accurate
voltage measurement across the load. Due to the internal 50 Ω source
impedance of the AWG, half the voltage will drop over its internal
impedance and the other half will drop over the load. The ratio of
L
the load voltage drop to the output of the AWG, VVAWG
¼ 1=2, when
the source impedance is perfectly matched to that of the load. Any
impedance mismatch reflects a portion of the power to the
source.45,47 The PID controller compares the load voltage to the userdefined set voltage. Differences between the measured output and the
set point during the frequency sweep causes a growth in the magnitude of the error signal. The impedance of the B1 coil depends on frequency. The voltage output of the AWG depends on the difference
between the desired value and the measured value. As frequency is

FIG. 8. BSS of the FS-EDMR response for B0  0:1 mT with B1 ranging from
0:02 to 0:10 mT. B1 was measured in the data points with a sense coil and
Faraday’s law of induction. The solid red curve is a plot of the BSS from the
first order calculation of (4).

scitation.org/journal/jap

swept, the power absorbed changes due to the varying impedance of
the resonator and other parasitic effects. The PID updates the AWG
output to eliminate the effect of any measured changes and drives the
error signal down to zero. This causes the AWG output to converge
around the set point.45
D. FS-EDMR results
We performed FS-EDMR at sub-mT fields of 0:2, 0:3, 0:4, and
0:5 mT. The results are shown in Fig. 7. Here, B1  0:10 mT was
measured utilizing Faraday’s law of induction and a sense coil.
From Fig. 7, it is clear that the two-photon transition occurs at
ν 0 =2, where ν 0 ¼ ge μB B0 is the frequency corresponding to singlephoton resonance (the classical transition).
In a recent paper by our group,12 the two-photon transition
was studied for various values of B1 and B0 , and it was determined
that the observed multiphoton transitions were a strong function of
B1 =B0 as expected by the theory.28 In this work, the BSS was also
observed.15 In Fig. 8, the BSS is reported from FS-EDMR measurements in which B0 ¼ 0:1 mT and B1 ranging from 0:02 to
0:10 mT. The values of B1 here were measured utilizing the sensing
coil and are plotted with the observed BSS. The red curve is plotted

FIG. 9. Color map illustrating the FS-EDMR data with B0  0:1 mT with B1
ranging from  0:015 to 0:10 mT. The color bar indicates the normalized amplitude of the derivative FS-EDMR data. Again, B1 was measured in the data
points with a sense coil and Faraday’s law of induction. The dashed curve is a
plot of the BSS from the first order calculation of (4).
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from (4) utilizing the measured values of B1 . It is clear that the B1
predicted from the BSS and that measured through the sensing coil
scheme are in close agreement. Figure 9 illustrates a color map of
FS-EDMR data taken with B1 ranging from 0:015 to 0:10 mT.
The dotted line is the first order calculation of (4). The results from
Figs. 8 and 9 demonstrate very strong evidence of our observations
of the BSS.

FIG. 11. FS-EDMR response of the 4H-SiC MOSFET for B0 ¼ 0:1 mT (bottom
dashed blue data) and B0 ¼ 2:5 mT (top solid red data) with B1  0:015 mT.
The dashed vertical lines indicate the peak-to-peak linewidth of the
B0 ¼ 0:1 mT data (2 MHz). The B0 ¼ 2:5 mT data are much broader
(4:5 MHz).

In Fig. 10, the two-photon line is plotted as a function of β/
4
( BB10 ) from (3). Utilizing (3), we calculate the two-photon resonance line and compare the line shape to the experimental twophoton line shape. Note that with increasing drive (which is
/B1 =B0 ), there is a narrowing of the two-photon resonance in
both the experimental FS-EDMR data and data predicted from (3).
Here, τ S was set to 100 μs as the defects involved in this work have
spin lattice relaxation lifetimes of order 100 μs.20–22,48
Finally, we report on limited results illustrating a broadening
with the field and frequency of the FS-EDMR measurement. The
results are shown in Fig. 11. The broadening observed is likely
caused by effects of hyperfine-induced relaxation, which alters the
spin-lattice relaxation time T1 and the spin-spin relaxation times
T2 . This effect has been described theoretically by Fedin et al:49 In
their analysis, a Redfield50 relaxation framework was utilized. They
show that, in the frequency domain, one would observe a narrowing of the EPR response at magnetic fields B0 approaching the
hyperfine coupling A. These results suggest such an effect is occurring. However, more data must be collected to confirm.
V. CONCLUSIONS

FIG. 10. (a) Two-photon line of the FS-EDMR response of the 4H-SiC
MOSFET for B0 ¼ 0:5, 0:4, 0:3, and 0:2 mT with B1  0:10 mT and (b) theo4

retical two-photon line shape (3) as a function of β / ( BB10 ) . Here, τ S in (3) is
set to 100 μs:

This work demonstrates a new apparatus for sensitive
frequency-swept electrically detected magnetic resonance measurements in sub-mT magnetic fields. At sub-mT magnetic fields,
ultra-strong coupling effects such as Bloch–Siegert shifts and
multiple-photon transitions become detectable. The work illustrates
several advantages offered by the new apparatus. FS-EDMR effectively eliminates the NZFMR effect, which overwhelms the sub-mT
regime in magnetic field-swept EDMR measurements at low fields.
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We compare the new FS-EDMR scheme to the magnetic field-swept
EDMR in which FM modulation is implemented. In a frequencyswept measurement, the static field is held constant and multiphoton
transitions occur at sub-harmonics. In a magnetic field-swept measurement, the B1 frequency is held constant and multiphoton transitions occur at integer multiples of the resonance field.
We also compare our two-photon line shape to theory28 and
observe a narrowing of the two-photon line with the decreasing
static field, consistent with the theory of two-photon absorption
in EDMR measurements.28 We illustrate the Bloch–Siegert shift
with the static field B0 held at 0:1 mT. The observation of both
multiphoton transitions and the Bloch–Siegert shift in EDMR
measurements of a 4H-SiC device at room temperature have
utility in spintronics and quantum engineering applications as
long coherence times of spin pairs may be inferred. Finally,
limited results showing a field- and frequency-dependent broadening presumably involving hyperfine are reported. FS-EDMR
measurements at sub-mT fields may also be applied to studies of
other ultra-strong coupling effects in EDMR measurements such
as the spin-Dicke effect.10
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