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We study the low-frequency properties of the bulk photovoltaic effect in topological semimetals. The
bulk photovoltaic effect is a nonlinear optical effect that generates dc photocurrents under uniform
irradiation, which is allowed by noncentrosymmetry. It is a promising mechanism for a terahertz
photodetection based on topological semimetals. Here, we systematically investigate the low-frequency
behavior of the second-order optical conductivity in point-node semimetals. Through symmetry and power-
counting analysis, we show that Dirac and Weyl points with tilted cones show the leading low-frequency
divergence. In particular, we find new divergent behaviors of the conductivity of Dirac and Weyl points
under circularly polarized light, where the conductivity scales as @~ and ™' near the gap-closing point in
two and three dimensions, respectively. We provide a further perspective on the low-frequency bulk
photovoltaic effect by revealing the complete quantum geometric meaning of the second-order optical
conductivity tensor. The bulk photovoltaic effect has two origins, which are the transition of electron
position and the transition of electron velocity during the optical excitation, and the resulting photocurrents
are, respectively, called the shift current and the injection current. Based on an analysis of two-band
models, we show that the injection current is controlled by the quantum metric and Berry curvature,
whereas the shift current is governed by the Christoffel symbols near the gap-closing points in semimetals.
Finally, for further demonstrations of our theory beyond simple two-band models, we perform first-
principles calculations on the shift and injection photocurrent conductivities as well as geometric quantities
of antiferromagnetic MnGeO; and ferromagnetic PrGeAl, respectively, as representatives of real magnetic
Dirac and Weyl semimetals. Our calculations reveal gigantic peaks in many nonvanishing elements of
photoconductivity tensors below a photon energy of about 0.2 eV in both MnGeO; and PrGeAl. In
particular, we show the @~! enhancement of the shift conductivity tensors due to the divergent behavior of
the geometric quantities near the Dirac and Weyl points as well as slightly gapped topological nodes.
Moreover, the low-frequency bulk photovoltaic effect is tunable by carrier doping and magnetization
orientation rotation. Our work brings new insights into the structure of nonlinear optical responses as well
as the design of semimetal-based terahertz photodetectors.
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Topological semimetals are emerging as efficient infra-
red and terahertz photodetectors [1]. In contrast to semi-
conductors whose absorption spectrum is bounded below
by the band gap, semimetals can detect radiations down to
the terahertz range because of their gapless spectrum. A
promising mechanism for the generation of photocurrents
in semimetals is the bulk photovoltaic effect. It refers to the
generation of photocurrents under uniform irradiation of
light due to the intrinsic inversion asymmetry of the system.
Since the bulk photovoltaic effect does not require a bias
voltage for breaking inversion symmetry, dark current noise
can be suppressed [1].

Published by the American Physical Society


https://orcid.org/0000-0001-7393-8823
https://crossmark.crossref.org/dialog/?doi=10.1103/PhysRevX.10.041041&domain=pdf&date_stamp=2020-11-30
https://doi.org/10.1103/PhysRevX.10.041041
https://doi.org/10.1103/PhysRevX.10.041041
https://doi.org/10.1103/PhysRevX.10.041041
https://doi.org/10.1103/PhysRevX.10.041041
https://creativecommons.org/licenses/by/4.0/
https://creativecommons.org/licenses/by/4.0/

AHN, GUO, and NAGAOSA

PHYS. REV. X 10, 041041 (2020)

To achieve high photosensitivity, we need to understand
how to obtain large photoconductivity. It is believed that
band topology plays an important role [2—6]. The bulk
photovoltaic effect occurs due to the inversion-asymmetric
transition of electron position or velocity during the optical
excitation, and the resulting photocurrents are, respectively,
called the shift current and the injection current [7]. In
nonmagnetic systems, linearly polarized light induces shift
currents, while circularly polarized light induces injection
currents. Remarkably, both the linear shift [4] and circular
injection [5] currents were found to be intimately related to
the topological quantities, the Berry connection and the
Berry curvature, respectively. These discoveries have led to
various theoretical and experimental studies searching for
topological enhancement near the gap-closing points [8—19].

However, while there is a concrete proportional quanti-
tative relationship between the injection current and the
Berry curvature, no such quantitative relation exists
between the shift current and the Berry connection. For
example, a Dirac point (DP) in two dimensions has a
quantized 7 Berry phase and thus has a nontrivial Berry
connection. Nevertheless, such a Dirac point does not
generate a shift current because of its inversion symmetry.
Furthermore, no simple quantitative relation was found
between the shift current and the shift vector [20], a gauge-
invariant quantity related to the Berry connection, without
some special requirements like the momentum independ-
ence of the dipole matrix elements [21].

The bulk photovoltaic effect in magnetic topological
semimetals is more poorly understood, although a recent
work has revealed some general aspects [22]. Because of
time-reversal symmetry breaking in magnetic systems,
linearly (circularly) polarized light can generate injection
(shift) currents as well as shift (injection) currents. There
are some works highlighting the generation of large linear
injection currents in magnetic systems [22-27], but the
relationship between the response and band topology has
not been understood. Moreover, there has been very little
focus on the circular shift current, while the first concept of

TABLE L

the shift current appeared as a response to circularly
polarized light [28-30]. One reason for this lack of
attention is that injection currents are typically stronger
than the shift currents. Since there is rapid progress in the
experimental observation [31-33] and theoretical proposal
[34-42] of various magnetic topological semimetals,
addressing optical properties in magnetic topological semi-
metals is now a timely subject.

In this work, we reveal general low-frequency properties
of the shift and injection currents in magnetic and non-
magnetic point-node semimetals. By employing symmetry
and power-counting analysis, we determine the leading
low-frequency divergence near the gap-closing point, as
summarized in Table I. We show that tilted DP and Weyl
points (WPs) can generate the leading divergence. While
the bulk photovoltaic response in tilted Dirac and Weyl
points have been studied [13,23-25], here we approach
them in a unified way and discover new aspects. Our theory
covers type-I and type-II spectrums of Dirac and Weyl
points in any dimensions. In particular, our analysis
includes type-Il Dirac points in two dimensions and
type-1 and type-II Dirac points in three dimensions, which
are relevant to magnetic Dirac semimetals, whose shift and
injection currents have not been previously studied. It is
widely known that the protection of Dirac points against
opening the gap requires inversion symmetry, which for-
bids the bulk photovoltaic response. It is true in non-
magnetic systems. However, in magnetic systems,
symmetry under the combination of spatial inversion P
and time reversal 7', which is PT symmetry, is enough for
the protection [39-42], so inversion symmetry can be
broken. Also, we study the largely overlooked circular
shift current in Weyl and Dirac systems. The circular shift
current grows fast as the photon frequency gets smaller, and
it scales as ™! in three dimensions. These results indicate
that Dirac semimetals in three dimensions can show
divergent photovoltaic responses like Weyl semimetals,
although the Berry curvature is identically zero due to PT

symmetry. In two dimensions, it grows faster as o™>.

Low-frequency properties of second-order dc photovoltaic responses. Linear and circular indicate the polarization of light.

Injection and shift conductivities are defined by Eq. (4). The sign =+ indicates the parity of the conductivity tensor under the action of
time reversal 7" and spacetime-inversion P7. See Eqs. (9) and (10). In 7- (PT-) symmetric systems, only the responses with the positive
T- (PT-) parity appear. All four responses can appear when T and PT symmetries are both broken. Based on their symmetry properties,
we call the linear injection and circular shift current responses PT-symmetric responses and the linear shift and circular injection current
responses 7-symmetric responses. Symplectic Christoffel symbols indicate the symplectic analog of the Christoffel symbol of the first
kind [see Eq. (33)]. Here, we consider only interband-transitive processes in the clean limit, where the relaxation rate I' = z~! is smaller
than the photon frequency w. In this case, the injection current is typically larger than the shift current, and they become comparable
when @ approaches I'.

Response Linear injection Circular injection Linear shift Circular shift
Parity under T - + + -
Parity under PT + - - +

Geometric quantities
Leading divergence

Quantum metric ~ Berry curvature
O(tw?3)

Symplectic Christoffel symbols Christoffel symbols of the first kind
O(w®*)
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We find that tilted Dirac and Weyl points show what we
call the separation of responses, where photocurrents of
different origins manifest through different current direc-
tions. For example, circular shift and circular injection
currents flow in different directions. This property can be
useful in the detection of shift currents in the coexistence of
the stronger injection currents. The separation of responses
can occur from the symmetry transformation property
under magnetic operations MT or C,T, where M and C,
are mirror and twofold rotation, so it remains robust in the
system beyond the k-linear approximation as long as those
symmetries are preserved.

Our symmetry and power-counting analyses are sufficient
for understanding the general pattern of the response for
systems with a linear spectrum. However, for a deeper
understanding of the response, we propose a new perspective
on the low-frequency bulk photovoltaic effect. We uncover
the full geometric nature of shift and injection currents. Here,
as well as in the Berry curvature, another geometric quantity
called the quantum metric has a crucial role. Since geometry
has more information than topology about quantum states,
we observe the consequence of band topology in a more
broad perspective through geometric quantities. We show
that the linear injection conductivity is determined only by
the quantum metric near the gap closing, in the same way as
the circular injection conductivity is determined by the Berry
curvature, which completes the geometric understanding of
the injection currents at the low-frequency regime.
Furthermore, we show that the shift conductivities are related
to more interesting quantities, which are the Christoffel
symbols. Unlike the Berry connection, which has a compli-
cated relationship to the magnitude of the shift current, the
Christoffel symbols directly control the magnitude of the
response. In this viewpoint, the enhancement of the shift and
injection current responses near the gap-closing point can be
attributed to the divergence of the geometric quantities
at the geometric singularity, i.e., the gap-closing point.
Furthermore, our unique perspective allows us to view the
bulk photovoltaic effect as novel tools for experimental
measurements of quantum geometry in materials.

Our geometric interpretation of the bulk photovoltaic
effect is clearly distinguished from the one in Ref. [22],
which also discusses the role of the quantum metric. In
Ref. [22], the shift current is decomposed into four parts,
and one of them is interpreted as the geometric contribu-
tion. The injection current is identified as having no
geometric origin. These are in contrast to our interpretation
in which both shift and injection currents are fully geo-
metric responses. Only through our direct quantitative
relationships can the bulk photovoltaic effect be identified
as a useful measure of quantum geometry in experiments as
well as a way to theoretically understand the low-frequency
divergent behavior.

Finally, for further demonstrations of our theory beyond
simple two-band models, we perform first-principles

relativistic band theoretical calculations of the shift and
injection photocurrent conductivities as well as geometric
quantities in antiferromagnetic (AF) MnGeOj; and ferro-
magnetic (FM) PrGeAl (as will be reported in Sec. VI
below), respectively, as representatives of real magnetic
Dirac and Weyl semimetals. In AF MnGeOs, although
both 7 and P symmetries are broken, the combined PT
symmetry is preserved [42]. Thus, AF MnGeO; was
recently predicted to be a rare magnetic Dirac semimetal
[42]. As our theory predicts (Table I), we find nonzero
elements of circular shift and linear injection photocon-
ductivity tensors in AF MnGeOs. In fact, several nonzero
elements exhibit huge peaks below a photon energy of
about 0.2 eV. Our calculations reveal that there are at least
there Dirac points in the vicinity of the Fermi level, and two
of the Dirac points are each accompanied by a slightly
gapped Dirac point. The calculated quantum metric and
Christoffel symbol of the first kind exhibit divergent
behaviors near both the gapless and gapped Dirac points,
thus leading to the geometric enhancement in linear
injection and circular shift currents, respectively. In con-
trast, both 7 and PT symmetries are broken in FM PrGeAl
[43], and hence all four types of the bulk photovoltaic effect
may emerge in FM PrGeAl, as our theory predicts (Table I).
Indeed, we find that many nonzero elements of all shift and
injection conductivity tensors show gigantic peaks in the
low-frequency range up to 0.1 eV. There are at least 160
type-I and type-II Weyl points within 0.1 eV of the Fermi
level in FM PrGeAl [43]. Our calculations indicate that the
low-frequency peaks can be further increased by up to a
factor of 5 by raising the chemical potential from the Fermi
level to the energy of certain Weyl points. Our calculations
also reveal the divergent behaviors of both the quantum
geometric tensor and the quantum geometric connection
(symplectic Christoffel symbol and Christoffel symbol of
the first kind) near the Weyl points and also anticrossing
topological nodes, thus leading to the gigantic low-
frequency shift and injection currents in FM PrGeAl.
Furthermore, we notice that FM PrGeAl is a soft ferro-
magnet [44]. Thus, the magnetization direction can be
easily rotated away from the easy c axis to, e.g., the a axis,
which may cause a topology change of the Weyl-point
distribution in the Brillouin zone (BZ) [43], thereby
resulting in significant changes in the shift and injection
photoconductivities. Also, since the circular shift and
injection conductivity tensors are antisymmetric with
respect to the magnetization direction, they would change
sign when the magnetization direction is reversed. All these
observations show that the gigantic low-frequency shift and
injection photocurrents in FM PrGeAl can be tuned by
either carrier doping or magnetization direction rotation.
The outline of this paper is as follows. We explain the
shift and injection currents as a second-order optical
response in Sec. II. Then, we study the symmetry and
low-frequency divergence of the shift and injection currents
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in Sec. III. Section IV enriches our analysis by revealing the
quantum geometrical nature of the low-frequency
responses. We elaborate more on the symmetry and
divergence with concrete models and numerical calcula-
tions in Sec. V. In Sec. VI, we present our first-principles
calculations on the shift and injection photocurrent con-
ductivities as well as geometric quantities of AF MnGeO;
and FM PrGeAl. In particular, we analyze the gigantic
peaks in the calculated low-frequency photoconductivity
spectra in MnGeO5; and PrGeAl in terms of the divergent
behaviors of the geometric quantities near the gapless and
slightly gapped topological nodal points. Finally, we
discuss several issues about the low-frequency divergence
in Sec. VIL

II. SHIFT AND INJECTION CURRENTS

Let us expand current density j in increasing powers of
the electric field E as

JO =00y + 03 E;Ey + 605 EEyEc+ - (1)
The first term is the familiar linear response, and the other
terms are nonlinear responses. Since the current density
oscillates in-phase with the electric field in the linear
response, the dc photocurrent generation is inherently a
nonlinear optical effect. In our work, we assume that the
electric field is sufficiently small such that perturbation
theory works (we discuss in Sec. VII how small it should
be). While even-order responses to E vanish in centrosym-
metric systems, they are allowed in noncentrosymmetric
systems. The bulk photovoltaic effect studied in the present
paper is thus primarily a second-order response.

The second-order optical response under the uniform
illumination of light has the form j¢(w; + @,) = 6% (w,+
0, 01, w,)E,(w))E,(w,), in general. Let us focus on the dc
generation

Jie = 05" (@) Eo(0) Ep(~), (2)

where j¢. = j¢(0) and 65" (w) = 6“(0; @, —w). In the
clean limit—where the interband relaxation rate is
smaller than the photon frequency and the band gap,
interband transitions are described by two processes: shift
and injection [45]:

cab __ _ciab c;ab
Gdc O-Shlft + ij . (3)

The shift and injection currents correspond to the current
generated by the change of the electron position and velocity,
respectively, during the interband transition of electrons [7].
One can see this correspondence by noting that the shift and
injection conductivities have the form of the Fermi golden
rule [7] (see the Appendix B for explicit calculations).
Explicitly, they have the form [47,48]

b b
;h?ft - / anm mn - R;lm)rgmr?nn(S(a)mn - 0)),

ciab __ 2”6 § : FD A ¢
ainj - fnmA mn nm

n.m

mn (wmn - C()), (4)

where [, = [d?k/(2x)4, fEP is the Fermi-Dirac distribution
of the band n, ffD = fI0 — D pe = hw,, — ho, is the
energy difference between bands m and n, H|n) = hw,|n),
ré,, = (mlid,|n), v5, = h='(m|0.H|n), and we use the
notation 9, = 9/0k,. Note that Ry; = rS,, —rS, +
i0,.logrd, is called the shift vector—characterizing the
interband transition of the displacement—and Aj,, = v5,,, —
v, 1s the interband transition of the velocity. Here, 7 is the
relaxation time that saturates the injection current: Without it,
the injection of moving electrons and holes leads to a constant
growth in time. We take the electron charge as —e (i.e., e > 0).
Equation (4) is valid with and without time-reversal symmetry.

III. SYMMETRY AND POWER-COUNTING
ANALYSIS

To get a general perspective on the low-energy properties
of the shift and injection currents, we review their sym-
metry properties and then study the pattern of low-
frequency divergences. The key properties presented in
this section are summarized in Table I, and they serve as
basic ingredients for the analysis in Sec. V.

A. Symmetry of the shift and injection conductivities

Let us first decompose the second-order dc conductivity
into its real and imaginary parts:

ow) = 0" (@) +ioE @) (5)

Using E*(w) = E(-w) and Eq. (2), one can see that the
conductivity can be symmetrized such that

o5 () = o5 (),

oc" (0) = —o" (w). (6)

Therefore, we always consider conductivity tensors satisfy-
ing Eq. (6). We note that the expressions in Eq. (4) are already
symmetrized. Assuming the form E(z) = |E|e™(cos ¢,
sin¢,0) + c.c. for linearly polarized light and E(r) =
|E|e~™(1,i,0)+c.c. for circularly polarized light, the gen-
erated photocurrent is

7 _ge = (65 cos?p + 077 sin’ ¢
+ 207" sin ¢ cos )| E2|
Jeae = (0" + 0™ = 20¢7)|E2). (7)

The real part of the conductivity is responsible for the current
generation regardless of the polarization,while the imaginary
part of the conductivity is responsible for the current
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generated by the circularly polarized light. If one measures
the current difference between the ones generated by left-
circularly polarized light and right-circularly polarized light
x 0% — ¢“Y* only the imaginary part contributes. In the
following, we call the real part 62;’”’ linear conductivity and
the imaginary part 6&*° circular conductivity.

From the definition in Eq. (2) and the transformation
properties of the current and electric field, it is clear that the
second-order optical conductivity transforms like a third-
rank tensor under spatial transformations. In other words,
o/ = M., My, aMy 05" under a point-group sym-
metry transformation x, — x,, = M_,x,. [49] However,
one should be careful when taking time reversal for
relaxational processes as is well known from the
Onsager reciprocity relations in linear response theory
[50-52]. For example, it seems like Eq. (2) implies that
time reversal reverses the sign of the dc conductivity for
linearly polarized light. However, we need to additionally
reverse the sign of the phenomenological relaxation rate I'
in order to make the decay in time to the growth in time.
The correct time reversal for the second-order dc conduc-
tivity is

o (@.1) = o5 (@.1) = —o5 (0. 1), (8)
See Appendix C. When applying this equality, the delta
function and 7 should be interpreted as 77 'T/[(w,,, —
w)? +T?] and T'"!, so they reverse sign under I' - —T.

Thus, the real part of the shift and injection conductivity
tensor transforms as

sersarby ciab
O shiftL — M eMaaMip b0 gis 1

i = (CDTM Mo Mypoit. (9)

inj.L inj.L’
and the imaginary part transforms as
rearby _ r_q1\s c;ab
o'gitic = (1) Me e Ma, oMoy, 053t >
repiarby c;ab
o2 inj,C == Mccha]aMblbo-inj.Cv (10)

under the spacetime symmetry transformation (¢, x,) —
(¢, x,) = ((=1)*7t, M px},). Alternatively, one can verify
these transformation rules by examining transformations of
Run, ré,, and AS, from the form in Eq. (4). See
Appendix D for a derivation.

Knowing these symmetry transformation properties, one
can use MTENSOR [53] in the Bilbao Crystallographic
Server to see which tensor components are required to
vanish by symmetry for any of 80 magnetic point groups.
For our purposes, the most important symmetries are
simply time-reversal T and spacetime-inversion P7 sym-
metries (note, again, that P is always broken in the present
paper). We summarize their role in Table I. While only
linear shift and circular injection currents can be generated

in time-reversal-symmetric systems, they vanish in PT-
symmetric systems; thus, linear injection and circular shift
currents can be generated, and therefore, time-reversal
symmetry and spacetime-inversion symmetry are comple-
mentary to each other, as pointed out in Ref. [22]. This
behavior is manifested in the geometric quantities related to
the responses. As we show below in Sec. IV, T-symmetric
responses are related to both the Berry curvature and the
quantum metric, while PT-symmetric responses are related
to the quantum metric only. In general magnetic systems
without 7" and PT symmetries, all four types of currents can
be generated.

When there is MT or C,T symmetry instead, where M
and C, are mirror and twofold rotation, a phenomenon of
“separation of responses” occurs, meaning that different
directions manifest different types of responses, because
those symmetries act like time-reversal symmetries in some
directions and act like spacetime-inversion symmetries in
the other directions. For example, M, T acts like time-
reversal symmetries in the y and z directions, whereas it
acts as spacetime-inversion symmetry in the x direction. In
this case, x-polarized light generates a shift current along y
and z while generating an injection current along x. We
demonstrate the separation of responses through model
calculations in Sec. V and also through first-principles
calculations in Sec. VL

B. Power-counting analysis of the low-energy
divergence

Let us now examine the low-energy divergence of the
second-order responses in semimetals. We can estimate the
divergence by counting the power of photon frequency in
Eq. (4). Since the delta function has dimension @™, R¢ and
r¢,. have dimension k~!, and A° has dimension w/k, the
shift and injection conductivity scales as

3
oliab e_l 43
shift hz W ’
3
ciab L £ g3 (11)
nj hz ’

where k is the characteristic wave vector. When the system
has dispersion E « k%, k ~ E'/* ~ @'/ Thus, a smaller a
is preferred to get large optical responses for small @ in 2D,
while it is independent of the dispersion in 3D.

In lattice systems, stable Weyl points (and also Dirac
points protected by symmorphic symmetries [54]) always
appear pairwise according to the Nielsen-Ninomiya theo-
rem [55,56]. Therefore, a response in semimetals should be
a sum of responses from different Weyl or Dirac points.
However, different gap-closing points are located at differ-
ent energy levels, in general, so it is expected that only a
particular point contributes to the low-energy response
significantly [5]. An exact cancellation or reinforcement
among different gap-closing points can occur due to
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symmetries, but it can be considered straightforwardly from
the symmetry transformation properties of the conductivity
tensor. In this regard, the response from a single gap-
closing point can be associated with the low-energy
response of a whole system.

Thus, we consider a gap-closing point with a linear
dispersion, described by a Dirac Hamiltonian

d
Ho(k) = hv Y kT, (12)
a=1

where I', are mutually anticommuting matrices, such that
the spectrum has the form

E(K) = +holK|. (13)

In this case, we have

cap €1 (134
Oaitc ~ 72 -\ — ,
o \w

. e [(v\3
through a dimensional analysis. This divergence is expected
to occur in the absence of a symmetry cancellation. However,
Eq. (12) has too many symmetries, so we need to break them,
in general. A Dirac point has inversion symmetry (by
definition, it is nonchiral), so the second-order optical
response is forbidden. Also, as noted in Refs. [13,22,25],
a Weyl point described by Eq. (12) does not show a second-
order optical response by linearly polarized light because
Eq. (12) has SO(d) rotational symmetry in d spatial dimen-
sions. In 3D, the absence of mirror symmetry (chirality) in
Weyl semimetals allows one unique nonvanishing indepen-

dent component Gfr;jl_zc
Because a Weyl point in 3D has time-reversal symmetry
around the gap-closing point, the circular shift current
is also forbidden, and the generated dc current is the
circular injection current. Even for a more general linear
dispersion described by H = Zg.i:l hv,k, 0,  which
apparently has less symmetry, only circular injection
currents for a Weyl point can be nonvanishing because the
conductivity for this Hamiltonian is given by agif’b =
V0,0V ek det(vai/v)asﬁ) [13], where asﬁ) is the con-
ductivity for v,; = vd,;, which is the case for Eq. (12) (see
Appendix F for a derivation).

The only way to generate the leading divergence for shift
currents and linear injection currents is to tilt the Dirac or
Weyl cone, as shown in Fig. 1. Since it allows anisotropic
optical excitations around the gap-closing point, photo-
currents can flow whose direction depends on the direction
of the tilting. To see that other symmetry breaking gives
subleading power in ™!, let us add symmetry-breaking

perturbations to the Dirac Hamiltonian,

under circularly polarized light.

(©)
E

k

V724

FIG. 1. Optical excitation near a tilted Dirac or Weyl cone.
(a) Excitation of electrons by the absorption of a photon with
frequency . (b) Type-I spectrum, |v//v| < 1. (c) Type-II spec-
trum, [v'/v| > 1. Here, v is the velocity of a Dirac or Weyl
fermion at zero tilting, and ¢’ is the overall velocity shift by
u — p+ hv'k,, giving rise to a tilting of the cone. The gray
planes in panels (b) and (c) show the Fermi level. (d,e) Optically
active region in momentum space for (d) type-I and (e) type-1L
cases. The small black dots at the center indicate the location of
the gap-closing point. Red circles around the points show the
surface satistying Ao = hw,. — ho, = 2hvk, where k = O at the
gap closing. Both conduction and valence bands are unoccupied
in the white region, only the valence band is occupied in the light
gray region, and both bands are occupied in the gray region.
Electrons can be optically excited only on the solid red arcs (i.e.,
0_ < 0 < 0., where 0 is the absolute value of the polar angle in
either 2D or 3D), which is in the light gray region.

H(k) = Hy(k) + 7Y iﬂp,akpl"a. (15)
a p=0

Here, 4,, is a constant parameter, [',., are mutually
anticommuting matrices, and we also include I’ as the
identity matrix. Since the dimensionless parameter is
ApakPw™" ~ A, ,0P7", responses due to perturbations in
A, have weaker low-frequency divergences for p > 1.
For example, let us consider a quadratic correction, resulting
in the dispersion relation E = +(Avk + A,k?). Optical
excitations occur in the region satisfying w = E, — E_ =
2(hvk + k%), ie., k=w/v(l = ho/v*)+ O(w?). By
inserting this into Eq. (11), we have corrections to the
leading divergence by a fraction |(d —3)A,w/v*| < 1 for
small w. Atthe p = 0 order, 4y , comes as either the chemical
potential, the shift of the location of the gap-closing point, or
a mass term [57]; i.e., we can write the Hamiltonian
as H(k) = —pu+ > ¢_ (k= ko) Lo + M > T, 4. None of
them generates a nonvanishing shift or linear injection
currents. Note that y breaks no symmetry, k — Kk can be
redefined as k such that the gap closes atk = 0, and the mass
term can serve as an inversion symmetry operator so that it
forbids second-order optical responses. Let us now consider
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p = 1. As we show above, the linear spectrum without tilting
has zero shift and linear injection current responses. Thus, the
remaining possibility is tilting the cone by adding
Ao = —v' cos @, which gives an overall tilting of energy
levels by yu — u + v'k,.

Our analysis shows that the shift and injection conduc-
tivity tensors of tilted, massless Dirac and Weyl points have
the form

cor_ L (0N e (20
Ohift — Pol\s shift \ 700" 5 )

3 3—d !
ciab __ € v c;ab 2” v
O-inj = ?T<5) finj <% , ;) . (16)

Let us explain how the F’s depend on v'/v and 2u/hw, in
general. When y # 0, i.e., when the Fermi level is away
from the gap-closing point, the chemical potential sets the
lower bound for frequency, so the F’s do not diverge
as w — 0.

When the Fermi level is exactly at the gap-closing point,
i.e., u = 0, the F’s show significantly different behavior for
|v//v| < 1and |v//v| > 1, which are called type I and type
IT [58], respectively [see Figs. 1(b) and 1(c)]. In the type-I
case, tilting cannot generate shift and injection currents
when u = 0 because, in this case, the Fermi surface is a
point; thus, anisotropic excitation cannot occur. Therefore,
only circular injection currents can be generated, which do
not need tilting for their generation.

In contrast, in the type-II case, the Fermi surface has a
finite size at y = 0, so anisotropic excitation can occur, in
principle. However, it depends on whether the response is T
symmetric or PT symmetric. While the 7-symmetric
responses (linear shift and circular injection) have a non-
trivial response at y = 0 [13], the PT-symmetric responses
(linear injection and circular shift) have a vanishing
response at 4 = 0. This property is related to the fact that
a Hamiltonian with only k-linear terms has an emergent
CPT symmetry, where C is the particle-hole operator, and
CPT = 1: (CPT)H(k)(CPT)™' = —H(k). Atu = 0, PT-
symmetric responses should be zero since they also respect
an effective C symmetry also [where (PT)~! takes the role
of an effective C operator]—which reverses the direction of
the current, while 7-symmetric responses lack C symmetry
and can be nontrivial.

Since PT-symmetric responses do not occur at u = 0,
magnetic and nonmagnetic systems have the same low-
frequency divergent behavior when u =0 -exactly.
Nevertheless, as long as u is small but not exactly zero,
we can still expect enhanced PT-symmetric responses at
small frequency @ ~ 2u/# by the factor in front of the F’s
in Eq. (16). Therefore, PT-symmetric responses in mag-
netic systems can also show a divergent behavior associated
with the w—0 limit with a fixed ratio of
2u/hw.

We investigate the symmetry properties of the tilted
Dirac and Weyl points more closely in Sec. V by explicitly
calculating the conductivity tensors. Before that, we derive
the general formula for the shift and injection conductivities
for arbitrary Dirac Hamiltonians and provide their geo-
metric aspects in the following sections. This process adds
more perspective on the transformation rule in Eqgs. (9)
and (10) and the divergent behavior near the gap-clos-
ing point.

IV. QUANTUM GEOMETRIC ASPECTS

In the previous section, we analyzed the overall trend of
shift and injection currents using symmetry and power-
counting analyses. Here, we show that every detail of the
conductivity profile for the shift and injection currents is
determined by quantum geometric quantities in the low-
frequency regime. It was pointed out in Refs. [4,6] that the
shift current is related to quantum geometry because the
shift vector includes the Berry connection—a geometric
quantity. Following these works, the geometric nature of
the shift and injection currents was previously discussed in
several works [5,22]. However, no simple quantitative
relationship between the response and the geometric
quantities has been found except for the circular injection
conductivity [5]. In this section, we show that the shift and
injection conductivities are proportional to geometric
quantities that have natural geometric meaning on the
Bloch sphere. These relationships are not limited to massless
Dirac and Weyl points and are exact for any two-band system
or PT-symmetric four-band system. It implies that interband-
transitive photovoltaic responses at the low-frequency
regime probe the quantum geometry of materials. In this
perspective, the low-frequency divergence of the shift and
injection current responses of gap-closing points can be
attributed to their geometrically singular nature. Also, time-
reversal symmetry transformations of the conductivity ten-
sors, which are quite confusing, can be simply understood
from the transformation properties of the geometric quan-
tities. In the following, we first derive the formula that relates
injection and shift currents with the Bloch vector of general
Dirac Hamiltonians with an arbitrary matrix size in any
spatial dimensions. Then, we provide a quantum geometric
interpretation of our formula.

A. Shift and injection conductivity for Dirac
Hamiltonians

We consider the low-energy effective model systems
described by the following d,, x d,; Dirac Hamiltonian:

H(k) = —u(k) + Y _fi(k)T. (17)

where I, are mutually anticommuting matrices. This
Hamiltonian described a single Dirac or Weyl point when
fi(K) = k;; however, here, we do not need to assume linear
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dispersion, and we consider a general form of f;(k)’s. In
particular, the above Hamiltonian describes general two-
band Hamiltonians when d), = 2, where I';_; , 5 are three
Pauli matrices, and it describes general four-band PT-
symmetric Hamiltonians [with (PT)? = —1] when d,; = 4
where I';_; 5 are five Gamma matrices.

Let us express the injection and shift conductivities in
terms of the f;’s. This method makes theoretical analysis
and numerical calculations convenient. As for the injection
current, one can integrate the delta function easily by using
A, = 0.w,,, suchthat AS, . 6(w,,, — @) = 0.0(®,,, — ).
Next, we obtain

) 2red d'k
c;ab
Gav 18
7inj T /,, —0 (27)? 7 (&0 (18)

for w > 0, where Aw,, is the energy gap between the
conduction and valence bands, 7 is the surface normal
vector, and

_ E E b a
- rnmrmn

neocc meunoce

dy(8; = Jif j+id;
= S 0uf 0,1, 0 Ca Do)
ij

is the so-called quantum geometric tensor [59] (see
Appendix G for a derivation of the second equality).

Here, f= />, f3, and J;; = =i >y e fi for dy =
2 and J;; = 0 for dy; = 4. The vanishing of J;; for dy, = 4
is due to the presence of PT symmetry. Note that O, is
called the quantum geometric tensor because its real and
imaginary parts are related to the quantum metric g, and
the Berry curvature Fp,, by

L Fp (20)

Qba = Gba _2

The relationship between the circular injection current and
the Berry curvature was found in Ref. [5]. On the other
hand, the role of the quantum metric in determining the
linear injection current was not discussed in the literature.
We explain more on the geometric meaning of the quantum
geometric tensor in Sec. [V B.

The shift current has a more complicated form, and it can
be related to the matrix elements of the derivatives of the
Hamiltonian as [60]

b
a l.ynm |: ac

RC arb _
mn pm¥'mn = 2 mn
mn

b c a a c
Unm UmpUpn UmpUpn
+5 D ( - . (21)
w

[0
mn @, #w,,,w, mp pn

c a a c
Umn Amn + vmnAmn:|
wmn

where wi, = h='(m|0,0.H|n) is the diamagnetic term.
The second line involves virtual transitions among three

different bands, so it vanishes in our Dirac system, which
only has two energy levels, with energy hw,. = f, + f and

hw, = fo—f, where f= />, f? It then follows
that [61]

2re’

ab
O (@) = —i

/f Chca ( cv_w) (22)

for w > 0, where

— E E c.a_b 74
CbLa =—i Rmnrnm mn

nEOCC meunocc

dy A
= 8_]522(5!']' —fifj+idy)
iJ

. [abffaaacff — O D0, + 0,0,
(23)

A special case of this formula was derived in Ref. [60] for
two-band models with time-reversal symmetry. Our formula
in Eq. (23) extends the existing formula to describe arbitrary
systems described by the Dirac Hamiltonian in Eq. (17).
We show below that C,., has geometric meaning as a
connection.

B. Geometry on the generalized Bloch sphere

Let us explain the geometric meaning of the quantum
geometric tensor Q,,, as geometric quantities defined on the
generalized Bloch sphere. This point of view is helpful for
understanding the geometric meaning of C,,., as well as
that of Q,,,.

We consider the following general Dirac Hamiltonian in
Eq. (17). Then, the generalized Bloch vector f(k) is a map,

f: BZ — R (24)

where dr is the number of Gamma matrices. This map
defines a pullback of the quantum geometric tensor from
the f space to the Brillouin zone.

Let us recall that the quantum geometric tensor has the
following form:

OQuw = zaufiabfj%jv (25)
i.j

where

dy (8 — fifj + i)
qij = My 8fzj j, (26)

and f = |f|. This form is a pullback of the quantum
geometric tensor g;; defined in the f space to the momen-
tum space by a transformation d,f; of tangent vectors
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aa = (8afi)ai’ (27)

where 0; = 9/0f;. The quantum metric and the Berry
curvature are given by

Yab = Zaafiabfjnija
ij

1

_Fab Zaaflabfjelj7 (28)

where 7;; and ¢;; are the real and imaginary parts of g,;, i.e.,
qij = nij — ie;;. In this viewpoint, the quantum metric and
the Berry curvature are pullbacks of the metric #;; and the
symplectic form ¢;; defined on the Bloch sphere. The
metric #;; measures length ds through ds® = n,;df'df’,
and the symplectic form ¢;; measures the oriented area dA
through dA = ¢;;dx'dx’ in the f space.

While the geometric quantity #;; is defined on the whole
f space, it can be regarded to measure the length on the unit
sphere with f =1, and it is irrelevant for the radial
direction f = |f| [62]. For example, ds*> = (1/4)(d6* +
sin? @d¢?) in polar coordinates when d), = 2. To see this
example without a coordinate transformation, first note that
Pij = 6;j — f,f‘ ; 1s the projection to the plane perpendicular
to 7. The metric measures the length only along the angular
directions on a sphere with a fixed f. Also, the =2 factor
normalizes the length such that only the angle between two
points on a sphere is measured. Similarly, the symplectic
form also measures the area on the unit sphere. In this
sense, the quantum geometric tensor is a geometric quantity
defined on the generalized Bloch sphere (f = 1).

Another geometric quantity, called the Levi-Civita con-
nection, can also be constructed on the generalized Bloch
sphere. Its components are called the Christoffel symbols,
and they can be written in two ways—the first and the
second kinds. The Christoffel symbols of the second kind
vi; are defined by

aiej = Z}/ifjek, (29)
k

where e; is the projection of the unit vector along the f;
direction to the tangent space by P;; =§;; — f.f It
measures how vectors and tensors change as we move
them parallel to the direction of the curved surface (which
is the generalized Bloch sphere in our case). [64] We have

—Fif) =55 G = Fif). (30)

It is related to the metric tensor 7;; by

al

j = Z ~ a iMji + 817711 81’71’]’)7 (31)
[

[\)

where (y7'n);; = 8;; — f.f - Using the Christoffel symbols
of the second kind and the quantum metric tensor, we
define the Christoffel symbols of the first kind as

Tkij = Zﬂki?’f J
1

fi 1
f2 Mej — f2 Mii -

(32)

Here, we distinguish the first and second Christoffel
symbols by the uppercase and lowercase letters for the
first component, while we do not distinguish the uppercase
and lowercase letters for other quantities. We can also
define a similar quantity using the symplectic form rather
than the metric tensor by [65]

R I
Ykij = E €Y ij
I

fi. 4
f2 kj = fZ

To write y;; and 7;;; in a unified way, we introduce

€ki- (33)

Chij = Vkij — i?kij' (34)

We call ¢y;; the quantum geometric connection, in analogy
with the quantum geometric tensor.

The Levi-Civita connection does not transform like a
tensor under coordinate transformations [66], which is due
to the derivative acting on tensorial quantities in the
definition of the Christoffel symbols of the second kind
[see Eq. (29)]. The Christoffel symbols of the second kind
defined on the generalized Bloch sphere yfj are related to
those defined in the Brillouin zone I, by I?, =

> a0 5 (0 Gaa + OaGap — Daban) = D21 1 Ok Duf 10X
f/y,j +2:;0ik0,0, f j0;j, where the second term shows
the nontensorial transformation property. It follows that the
quantum geometric connection in the Brillouin zone has the

form

cab - Zacfk aflabfjckl] + Zacfla abqulj’ (35)

i,j.k

where C,,, = Q.,I'%,. It is identical to the quantity defined
in Eq. (23), as one can see by using 9,1 = >, ' f10uf -
This quantity—the quantum geometric connection—
reveals the geometric nature of the low-frequency shift
current in the most transparent way. Let us note that, in
general relativity, the equivalence principle requires that the
Levi-Civita connection does not appear directly as an
observable quantity because it is not invariant under a
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coordinate transformation. However, here we do not have
such an equivalence principle for the Bloch vector f, so we
can observe the Levi-Civita connection (or quantum geo-
metric connection).

C. More on the geometric aspect of the shift current

Equation (22) shows that the linear (circular) shift
current corresponds to the imaginary (real) part of the
quantum geometric connection. Thus, the circular shift
current reveals the Christoffel symbol of the first kind
Ceap = 3(09ca + OuGer — Ocgap). On the other hand, the
linear shift current is related to the Berry curvature as well
as the quantum metric (through the Christoffel symbols of
the second kind). Combined with the geometric property of
the injection current in Eq. (18), it shows that PT-
symmetric responses originate from the quantum metric
only and that T-symmetric responses are controlled by both
the Berry curvature and the quantum metric. When the
diamagnetic term w45, in Eq. (E7) vanishes, the relation
between the shift conductivity and the quantum metric and
Berry curvature can be made more direct from

Ak

peab _ i 2re? o o A
Ohift — aﬁfu“.mw [(l’l : a)ch - (I’l ’ b) ac]

(36)

for @ > 0, when the diamagnetic term vanishes. This
formula can be applied, e.g., to Dirac and Weyl
Hamiltonians that are, at most, linear in momentum.
Note that the real and imaginary parts of the conductivity
in Eq. (36) have the form of the Berry curvature dipole [67]
and the quantum metric dipole [68], respectively.

D. Generalization to multibands

Let us discuss generalizing our geometric interpretation
to include three or more bands (when bands are doubly
degenerate due to P7 symmetry, this means that we
consider six or more bands). The shift and injection
conductivity takes the form 3", coce S meunoce Ji Lo 8(@ —
®,,,) for @ > 0. Because the energy conservation imposed
by the delta function chooses a particular set of unoccupied
bands m for an occupied band n, the interband-transitive
optical response is, in general, not associated with a
property of the occupied band alone. On the other hand,
for example, the quantum geometric tensor Q,, is defined
by summing over all occupied n and unoccupied m indices
of the matrix elements by > ,coce D meunoce Fom! s
so it becomes a property of the ground state
Zneocc ZmEdll rnm mn ZnEOCC ZmEOCC nWl rmm depend_
ing only on the occupied states.

In our analysis, though, we focus on Dirac and Weyl
points where the quantum geometric tensor diverges at the
gap-closing points. Thus, the geometric quantities of the
occupied bands are dominated by the property of the two

crossing bands n = 1 and m = 2, through a large value of
r%,r4, and their derivatives, and they manifest through the
shift and injection currents for small @. Similarly, when
bands are Kramers degenerate due to P7 symmetry, the
matrix elements involving the indices for the four crossing
bands are dominant contributions. Thus, at low frequencies,
we have a good geometric approximation for the conduc-

tivity tensors by

. 27re
R b
it x> [
nm @ =0
271'6
/anmcbca Wpp — )’ (37)

where Q,, and Cj,., are the quantum geometric tensor and
quantum geometric connection, respectively, defined by

— E E b .a
Qba_ FamTmns

neocc meunoce

ﬁ 6‘)wa

b
ghlllft () ~

1

Cbca = 5 de(g—l)de (6Cgba + aagbc - abgca)’ (38)
where ¢,, = Re[Q,,] as above. In general, the injection
conductivity tensors in Eq. (37) differ from the exact
expression in Eq. (4) because the former has the information
of all band indices rather than the specific bands n
and m involved in the optical transition. Moreover, additional
differences can be found in the shift conductivity
tensors due to the virtual transition terms: Cp., =
=i coce D omeunoce Rimnromré, + virtual transitions (see
Appendix I). When the optical excitation occurs very close
to a gap-closing point, however, only the band indices near
the gap closing significantly contribute to the geometric
quantities, effectively selecting specific band indices. Also,
virtual transition terms are suppressed by a factor (w/AE)?
[5], where AE is the characteristic energy difference between
the crossing bands and the other bands. Thus, Eq. (37)
becomes a good approximation near the gap closing. Let us
note that, in two-band or PT-symmetric four-band models,
Eq. (37) becomes exact and corresponds to Egs. (18) and
(22) above.

On the other hand, insulators or ordinary metals do not
have geometric singularities, in general, and the geometric
approximation Eq. (37) does not apply to them so well.
Nevertheless, recalling that the Berry curvature of each band
(rather than that of the whole occupied bands) is well defined,
we can hope for the possibility of a well-defined geometric
quantity associated with a pair of bands also. Let us see
whether it makes sense to give a geometric meaning to the
matrix element 74, b = Gabnm — LF 4p.nm/2 by focusing on
the real part g,.,,, (We note that it is different from the non-
Abelian quantum metric [69,70] of the occupied bands,

— a b :
deﬁned by (gab)nlnz - Zmeunocc(rnlmrmnz)' Since gab;nm
is a positive-semidefinite symmetric rank-2 tensor,
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i.e., Gy = 0 for all a for given n and m, this quantity is
meaningful as a metric tensor, although its interpretation is
not clear. This point of view can help us to understand the
structure of the circular shift current. One can see that the
matrix element of the circular shift current Ry 72, %, can be
written as ', + virtual transitions, where I',.,,.,,,, is the
Christoffel symbol of the first kind defined by the metric
pa:nm (se€ Appendix I for a derivation). Therefore, one may
still regard the shift current as originating from a Christoffel-
symbol-like quantity, when the virtual transitions are
negligible.

V. MODEL CALCULATIONS

Our theoretical analysis reveals the circular shift current
as an interesting new component of the interband bulk
photovoltaic response in magnetic systems. Also, the full
generality of our theory allows us to understand the shift
and injection currents in Dirac and Weyl semimetals in
arbitrary spatial dimensions in a unified way. In this
section, we investigate the shift and injection current
responses of tilted Dirac and Weyl points more closely,
with explicit calculations of the conductivity tensors. We
first deal with massless Dirac and Weyl Hamiltonians up to
linear order in momentum, which cover both type-I and
type-II spectra in arbitrary spatial dimensions. In addition
to the symmetry and divergence properties investigated
above, we show the phenomenon of separation of
responses, meaning that nonvanishing P7-symmetric
responses and the 7-symmetric responses do not coexist
in the same component. This phenomenon can occur
generically in tilted Dirac and Weyl systems having C,,
or M, T symmetry, where x is the direction of tilting. Next,
we study a model of Dirac surface states of magnetic
topological insulators, which includes k> and k* terms in
the Hamiltonian.

A. Tilted Weyl and Dirac semimetals: k-linear order

Let us first revisit the model of a tilted Weyl point [13,25]
to understand its general second-optical response in more
detail. The Hamiltonian has the form

Hyey = —p — h'k, + ho(keo, + kyo, +k.6.).  (39)
The Weyl point described by this Hamiltonian is called type
I when |¢'/v| < 1 and type II when |o'/v| > 1 [58]. The

spectra for the two cases are shown in Figs. 1(b) and 1(c).
When light with frequency @ > 0 is illuminated, optical
excitation occurs when two bands have energy difference
hw,, = 2hvk = hw due to the energy conservation, and
only the lower band is occupied, i.e., hAw, = —u+
v'kcos@ —vk <0 and hw, = —u+ v'kcos@ + vk >0
(Fig. 1), where k = |k| and k, = kcosd. When o' # 0,
the range of € does not cover the whole sphere and is
confined to a subspace 6_ < 6 < 6, in general (Fig. 1),
where 6, are functions of dimensionless parameters 2/ hw
and ¢’/v. The minimal angle 0_ is always zero for a type-I
Weyl point, but it is typically nonzero for a type-II Weyl
point [Figs. 1(d) and 1(e)]. This asymmetric excitation
leads to a nonzero optical conductivity given by

c;ab 63 1 v 3-d c,ab c,ab

Oshift — o \o [ ahire (01) — F i (6-)].

cab __ 63 v 3-d c,ab 0 c,ab 0 40
inj ~ 5 22\, [finj ( +)—]:inj (6-)]. (40)

The forms of F“ (@) for nonvanishing components are
summarized in Table II. Because of the SO(2) rotational
symmetry around the x axis, there are four independent
components,

XXX X;yy X322

_ XY __7XZ ViZx __ Z:yX
o, » O =0 Ui =0y . 0L =70 (41)

for the real component, and three independent components,

XVZ Vixy __7xZ
oc 0c™ =0¢c

o = =0T (42)
for the imaginary component of the conductivity. Note that
Feab(g) follows the same symmetry. Remarkably, PT-
symmetric responses (linear injection and circular shift)
and 7-symmetric responses (linear shift and circular injec-
tion) do not coexist in the same component. To understand
this property, let us note that PT = C, M, T = C, M T.
Since our model has C,,T and C,,T symmetries, non-
vanishing PT-symmetric responses appear in the compo-
nents that are invariant under M, and M, whereas T-
symmetric responses appear in the components that reverse
sign under M, and M.

Figure 2 shows some representative components calcu-
lated from quantum geometric quantities by Egs. (18), (19),
and (36). There are some features that need to be discussed.

TABLE II.  F¢4 (@) of a single Weyl or Dirac point in two and three dimensions. Here, 0 < 6 < 7 is the absolute value of the polar
angle from the x axis. The linear shift and circular injection parts vanish for a Dirac point because of PT symmetry.

XXX X3 VY VXY VXY ViZX X V2 V3iZx
System FimiL FinilL Fiir  Fire F ite.L Finic Finic
3D Weyl —3c0s? 0+ {zcos? @ —ccos? @ —g5cost@ —55sint@ —isin® —fcosO+qcos’d —F5cos’d —gcosf + 5pcos O
3D Dirac  —}cos*@ +gcos*d —fcos?d —ccostd —iksin*@ —isind 0 0 0
2D Dirac Lsin’ 0 sin@ — 1sin3 0 —isin’@ —sind 0 0 0
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FIG. 2. F¢4b of a tilted Weyl point in three dimensions. (a,e) x; xx component of the linear injection. (b,f) y; xy component of the
circular shift. (c,g) y; zx component of the linear shift. (d,h) x; yz component of the circular injection. Since we take @ > 0, the sign of
2u/hw here should be understood as the sign of the chemical potential p.

First, as we explained in Sec. III, only the circular injection
current is nonvanishing at the neutral filling 4 = 0 in the
type-I case where |v//v| < 1. In this case, the Fermi surface
is a point, so anisotropic excitation cannot occur. The
circular injection response is quantized because of the
quantized Berry curvature from a Weyl point, as found in
Ref. [5] [see Eq. (18)]. Other responses are significant near
hw = 2u, where the anisotropic excitation occurs.
However, there are significant differences between the
PT-symmetric responses and the linear shift response. The
PT-symmetric responses have peaks at hw = [2u], i.e.,
when the excitation occurs on a full hemisphere, while 7-
symmetric responses vanish at 7w = |2u| and change sign
there [13]. For the linear injection current, the peak at i =
|24/ is natural because the transition of the electron velocity
during the excitation from the valence band v to the
conduction band ¢, A}, = v} — v}, is all positive or all
negative on the hemisphere. There is no simple analogous
way to understand the trend of the shift current response
based on the shift vector, but the vanishing of the linear
shift current response at 4w = |2u| can be attributed to the
T-symmetric nature. Since 7 symmetry requires that the
current generated from one hemisphere is equal to the
current generated from the other hemisphere, both hemi-
spheres should generate zero currents because linear shift
currents are not generated when excitations occur on the
full sphere. There are also interesting differences between
the PT-symmetric responses and 7-symmetric responses at
u = 0 in the type-II case where |/ /v| > 1. As explained in
Sec. III, emergent CPT symmetry at 4 = O requires that the
former has a vanishing response while the latter can have a

nontrivial response. In other words, PT-symmetric
responses do not distinguish type-I and type-II cones at
1 = 0, whereas T-symmetric responses distinguish them.

As we understand a single Weyl point, it is straightforward
to extend our knowledge to Dirac points in two and three
dimensions. In both 2D and 3D, the protection of a Dirac
point requires P7 symmetry. In 2D, the Dirac Hamiltonian
has the form Hyp, = —u — hv'k, + hv(k,7, + k), where
Ti—xy,. are Pauli matrices for the orbital degrees of freedom,
and spinless PT = ¢, K symmetry forbids the mass term
mo,. In 3D, the Dirac Hamiltonian has the form
Hsp = —pu — ho'k, + ho(k,t, + kytyo, + k,7,), and the
twofold degeneracy (Kramers degeneracy) of bands at every
momentum requires PT = ioc K symmetry. Here, 7;_,, .
and o;_, , . are Pauli matrices for the orbital and spin degrees
of freedom, respectively. In 3D, even in the presence of PT
symmetry, two mass terms are allowed, which are m 7,0,
and m,t,6,. We need threefold or fourfold rotational
symmetry to protect the Dirac point in 3D by disallowing
mass terms. Our massless Dirac model has continuous 6
rotational symmetry around the x axis under Cy =
eflotno/2)  gatisfying CyH (k)C,' = H(Cyk). Keeping
either threefold Cs, or fourfold C,, rotational symmetry in
crystals preserves the gap closing [54,71,72], which we
assume here. Because gapless Dirac points have PT sym-
metry, they can only have linear injection or circular shift
current responses. These responses have the same pattern
shown for a Weyl point.

Here, we emphasize again that while multiple responses
coexist in magnetic Weyl and Dirac semimetals, each
response occurs through different components of the
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conductivity. This property helps us measure each response
separately. In particular, it facilitates the measurement of
the circular shift current in magnetic Dirac and Weyl
semimetals. Table II and Eq. (7) show that the current
generated along the y direction under the illumination of
circularly polarized light propagating in the z direction is
only the circular shift current. The photocurrent along the y
direction should thus be identified with the circular shift
current.

B. Dirac surface state

As an application to a more realistic model with
k-nonlinear terms, we study the single Dirac surface state
of magnetic topological insulators. Let us begin with the
following effective Hamiltonian studied in Refs. [23,24]:

nk?
H=—u+ ey + ho(k.o, — kyo,) + Aoy, (43)

Here, A # 0 is due to spin ordering along the y direction,
and it breaks M, = ic,, rotation C,, = —io,, and time-
reversal T = io, K symmetries. Since this in-plane ordering
preserves C,, T symmetry, it does not open the gap, and it
just shifts the location of Dirac points by —A/#Av from the
time-reversal-invariant momentum. The shifting tilts the
Dirac cone because of the quadratic term: If we write
(kg ky) = (=A/hv + q,.q,), the Hamiltonian has the
form H = —u — (hA/mv)q, + hv(q,6, — q,0,) up to lin-
ear order in ¢, which is studied above. Assuming Cj,
symmetry of the nonmagnetic state, we add a hexagonal
warping term in order to account for the crystalline
symmetry of the real system,

Pyarp = Ak — 3k, k3) 0. (44)

This term breaks M, = ic,, symmetry and C,,T symmetry,
which are preserved by the spin ordering, so it opens a
small band gap (about 0.8 meV for parameters given
below). Since 7" and C,,T symmetries are both broken,
all four types of shift and injection currents can be
generated in this system. However, the residual M, T
symmetry imposes that the separation of responses remains
exact: Nonvanishing components of the conductivity are
it Ouniit s Ouniier. TOT the linear shift current, o7, 670 ,
vixy

[op

. S Vixy .
in . for the linear injection current, oy;q - for the circular

; rxy
shift current, and Oini.C

For a numerical calculation, we take 4 = 50 meV, m =
0.13m, (where m, 1is the free electron mass),
hv=25eVA™!, 1=250eVA™, and At =1 meV
and use Eqgs. (18) and (22). Figure 3 show the calculated
photoresponsivity k% = 26" /¢ c, which has the dimen-
sion of the photocurrent density per unit of intensity of light
[60]. The peak value (occurring at iw ~ 2u = 100 meV) of
the linear injection part is the strongest, and the others are

for the circular injection current.
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FIG. 3. Photoresponsivity of the magnetic Dirac surface state.

Here, y=50meV, m=0.13m,, hv=2.5eVA™', 1=250eV A3,
and Ar~! = 1 meV. Blue, green, and red curves correspond to
A =30 meV, 0 meV, and —30 meV, respectively, and xeab —
1 nAcmW™! is equivalent to 6%“* = 1.33pAcm~! V2.

smaller by 2 orders of magnitude. However, since the
circular shift current grows as =2 while the linear injection
current grows as w~!, the circular shift current can be
comparable to or larger than the linear injection current
when the peak is located below 10 meV. On the other hand,
the small-frequency divergence of the linear shift current is
weaker because it is due to 4 # 0 [10] and is not from the
tilting; thus, the peak value scales like O(@") as y is lowered.
Therefore, the y-component photocurrent generated by a
circularly polarized light, /* = (ki1 + Kiin — 2Kumic )]s
is dominated by the circular shift (k7 ) current when
hw ~2u < 100 meV. The magnitude of the linear shift
current and the circular shift current can be compared in
experiments since the circular parts can be measured from the
current difference between the left-circularly polarized light
and the right-circularly polarized light.

In experiments, the value of the observed photocurrents
can be smaller than the value predicted here. For example,
the photocurrents observed in Ref. [24] show photores-
ponsivity of about 5 nA cm™' W~! at @ ~ 250 meV, which
is 2 orders of magnitude smaller than the calculated value
here. While several factors can contribute to this reduction,
one is from the cancellation between the top and bottom
surfaces. This cancellation can be reduced by increasing the
thickness of the sample because light attenuates more while
propagating within the bulk such that the photocurrent is
generated significantly on only one surface that is directly
illuminated.

VI. FIRST-PRINCIPLES CALCULATIONS FOR
REAL TOPOLOGICAL SEMIMETALS

For further demonstrations of our theory beyond simple
two-band models, we perform first-principles calculations
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on the shift and injection photocurrent conductivities as
well as geometric quantities of antiferromagnetic MnGeO;
and ferromagnetic PrGeAl, respectively, as representatives
of real magnetic Dirac and Weyl semimetals. We notice that
such calculations on the bulk photovoltaic effects in real
magnetic topological semimetals have not been reported
yet, despite the fact that topological semimetals are
expected to be efficient infrared and terahertz photodetec-
tors [1].

A. Antiferromagnetic Dirac semimetal MnGeO;

MnGeO; forms a centrosymmetric thombohedral struc-
ture [see Fig. 9(a)] with space group R3 [73], and
consequently, it does not exhibit any bulk photovoltaic
effects. Interestingly, it becomes antiferromagnetic below
38 K [73], and the AF structure (magnetic space group —3’)
[see Fig. 9(a)] breaks both 7 and P symmetries while
preserving the combined PT symmetry [42], thus leading
to AF-induced bulk photovoltaic effects with linear injec-
tion and circular shift currents (see Table I). Furthermore, it
was recently predicted to be a Dirac semimetal with PT
symmetry-protected Dirac points (DPs) [42].

In AF MnGeOs;, because of its PT symmetry, there are
only nonvanishing circular shift photocurrents and linear
injection photocurrents, as mentioned before (see Table I).
Furthermore, the —3’ magnetic space group admits only three
nonvanishing independent matrix elements (i.e., xxz =
—XZX = yzy, Xyz = —xzy = —yxz, and zxy = —zyx) of
the circular shift conductivity tensor and six nonvanishing
independent matrix elements (i.e., xxx = —xyy = —yxy,
Xyz = —yXz, XXZ = yyZ, XXy = YXX = —yyy, XX = ZYyY,
and zzz) of the linear injection conductivity tensor [53].
Hereafter, we use the shorthand notation cab for ¢<°. We
display these nonvanishing conductivity elements in the low
photon energy range in Fig. 4. For simplicity, we plot only the
four pronounced xxx, xxz, zxx, and zzz elements of the linear
injection conductivity tensorin Fig. 4. Here, ai7~! = 10 meV
is assumed. We notice that the magnitudes of the linear
injection conductivity elements (6“?) are gigantic in the
photon energies below 0.25 eV (Fig. 4). The magnitudes are
of order re?/(2zh?) = 500 uA/V?, which are 1 order of
magnitude larger than those in archetypical polar semi-
conductors CdS and CdSe [74]. Circular shift photocurrents
(Fig. 4) are also 10 times larger than linear shift currents in
semiconductors CdS and CdSe [74]. This fact is remarkable
because it demonstrates that the AF magnetism-induced
linear injection and circular shift photocurrents, respectively,
can be as large as circular injection and linear shift currents in
nonmagnetic noncentrosymmetric materials. Furthermore,
the photocurrents in AF semimetals can be controlled via
manipulating the magnetism with, e.g., an applied magnetic
field [26].

AF MnGeOj hosts at least three DPs near the Fermi level
Er along the k, axis, as shown in Fig. 5. In particular, there
is a DP just above E (at 1.7 meV), located close to the I

T T I T T ]

1000 XXX MnGeO E
xxz| .73 ]
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FIG. 4. Conductivity tensors and JDOS of antiferromagnetic
MnGeOs. (a,b) Linear injection. (c,d) Circular shift. In panels (b)
and (d), the conductivities are calculated with the Fermi level set
to the DP, Dirac point energy (see Fig. 5). (e) JDOS as a function
of photon energy.

point [at kpp; = (0,0,—0.00364)27z/a]. This DP could
explain the large values of the calculated photocurrents, as
shown in Figs. 4(a) and 4(c). To further examine the
important contributions of the DPs to the photocurrents, we
also calculate the conductivity spectra with the Fermi level
set to the DP2 Dirac point energy (i.e., E = 46.5 meV).
DP2 is located at kpp; = (0,0,0.11112)27/a above the
k, = 0 plane in the k space [see Fig. 5(a)]. We notice that
both the shapes and magnitudes of all the conductivity
spectra, except the conductivity element ¢**%, roughly
remain the same. For example, the gigantic peak of about
1000 uA/V? at about 100 meV in the Re(c%%%) linear
injection current spectrum appears in both cases [see green
curves in Figs. 4(a) and 4(b)]. Nonetheless, its sharp
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FIG. 5.

Enhancement of geometric quantities near Dirac points. (a) Energy bands along the k, axis from —z/c to #/c (Z = n/c) and

also along the k, and k, directions through the DP1 and DP2 Dirac points as well as the gDP1 gapped Dirac point. (b,c) Quantum metric
(g4p) along the same symmetry lines as in panel (a), calculated for the Fermi energy (E) and the DP2 energy (Epp,), respectively. (d,e)
Same as in panels (b) and (c), respectively, but for the Christoffel symbol of the first kind (I'..,;,). Here, q = k — kpp denotes the

momentum displacement from a DP (qDP) point.

negative peak at 50 meV disappears in the case where the
chemical potential y is tuned to y = Epp,, and a sharp
positive peak larger than 700 uA/V? occurs at 20 meV
instead. Interestingly, there is a sharp positive peak at a
photon energy of 5 meV in the Im(¢™*?) circular shift current
calculated by setting 4 = Epp,. This peak is due to the ™!
behavior of the shift conductivity near the Dirac point.
Comparing the red curves in Figs. 1(c) and 1(d) for
Im(c*%), one can also see that the large negative peak
moves from photon energy 65 meV to25 meV [see Fig. 4(d)].

While an enhanced joint density of states (JDOS),
p(@) = [ > fam® (@, — @), is a possible origin of
large conductivity tensors in insulators [60], it cannot
explain the peaks shown here. Figure 4(e) shows that
the JDOS is suppressed at low frequencies rather than being
enhanced. As we show above, linear injection and circular
shift currents are, respectively, related to quantum metric
(9a») and Christoffel symbols of the first kind (I"..,;) at low
energies through Eq. (37). Thus, the large enhancement of
conductivity tensors has geometric origin. To demonstrate
this origin, we display g,, and I',..,, at 4 = Er and also at
u = Epp, along the symmetry lines in Fig. 5. For most of

the DPs, a DP is associated with a gapped DP (gDP) located
approximately at the inverted position in k space. For
example, the associated gPD for DP2 is gDPl at
kpp; = (0,0,-0.11051)27/a, and the DP2 energy level
falls within the gDP1 band gap [see Fig. 5(a)]. On the other
hand, there is no gDP associated with DP1. Figures 5(b)
and 5(d) clearly show that for y = E, g,, and I'..,, have
sharp peaks near DP1 along the k, and k, directions. Note
that g, and g,, also peak sharply at the positions of the
DP2 and gDP1 along the k, axis, even though
u = Ep # Eppy. This result indicates that the gigantic
linear injection and circular shift currents stem, respec-
tively, from the large values of the quantum metric and
Christoffel symbol in the vicinity of the DP1 Dirac point.
Furthermore, g, has prominent peaks in the vicinity of (but
slightly away from) the DP2 and gDP1 points along the &,
and k, directions, which are mainly caused by the interband
transitions from the lower (occupied) Dirac cone to higher
(empty) Dirac cone with transition energies of about 0.1 eV
[see Fig. 5(b)]. These g, peaks thus give rise to the gigantic
peak in the linear injection current Re(c%%*) at around
0.1 eV [see green curves in Fig. 4(a)].
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For p = Epp,, as expected, g,, and I',.,, exhibit sharp
peaks close to both the DP2 and gDP1 points [see Figs. 5(c)
and 5(e)]. In particular, g,, has huge positive peaks near the
DP2 and gDP1 points along all three Cartesian coordinate
directions, thus resulting in the prominent peak at 0.1 eV in
linear injection conductivity Re(6%%%) [Fig. 4(b)], as in the
u = Ep case [Fig. 4(a)]. Nevertheless, Fig. 5(e) shows that
the I',..,, peaks near the DP2 and gDP1 have opposite signs.
This behavior could explain why the circular shift con-
ductivity elements Im(c*%) and Im(c**) become smaller
when the Fermi level is raised from Er to Epp, [Figs. 4(c)
and 4(d)] because the contributions from the DP2 and gDP1
cancel each other to some extent. In contrast, the linear
injection current elements remain almost unchanged,
mainly because the g, peaks have the same signs.
Nonetheless, there is a huge peak in the I',,, at gDPI1,
which is absent at DP2, because now the Fermi level falls
within the gDP1 gap [see Fig. 5(e)]. This peak results in the
large low-energy peaks in the Im(c™¢) conductivity
element [see red curves in Fig. 4(d)].

B. Ferromagnetic Weyl semimetal PrGeAl

PrGeAl forms a body-centered tetragonal structure [see
Fig. 9(b)] with noncentrosymmetric space group /4;md and
point group 4mm [75]. It becomes ferromagnetic at 7 =
16 K [44], and the FM structure [Fig. 9(b)] has no T
symmetry nor PT symmetry. Therefore, all four types of
photocurrents may emerge in FM PrGeAl (Table I).
Interestingly, it was recently predicted to be a rare ferro-
magnetic noncentrosymmetric Weyl semimetal [43].
Furthermore, the Weyl nodes and surface Fermi arcs in
PrGeAl were observed in very recent photoemission spec-
troscopy experiments [44]. Thus, FM PrGeAl provides a
valuable platform for studying all types of bulk photovoltaic
effects in Weyl semimetals.

The crystalline point group of PrGeAl is 4mm. Thus, there
are three inequivalent nonvanishing matrix elements (i.e.,
XXz = yyz, zxx = zyy, and zzz) of linear shift conductivity
and one nonvanishing element (xxz = yyz = —xzx = —yzy)
of circular injection conductivity in PrGeAl above T =
16 K [53]. The magnetic point group of FM PrGeAl is
4m'm’. Consequently, in addition, there are two nonvanish-
ing elements (i.e., xyz = —xzy = —yxz and zxy = —zyx) of
circular shift conductivity and one nonvanishing element
(xyz = —yxz) of linear injection conductivity in PrGeAl
below T¢ [53]. Here, the presence of M,T and M,T
symmetries forbids linear shift and injection conductivities
to be simultaneously nonvanishing in the same component.
The same is true for the circular polarization. The calculated
conductivity spectra of these nonvanishing matrix elements
are displayed in Fig. 6. We notice that all the shift current
elements have large peaks below a photon energy of 0.25 eV
[see Figs. 6(a) and 6(b)]. These large peaks are due to the ™"
enhancement of the shift conductivity tensors at low frequen-
cies. Indeed, the magnitudes of these peaks below 0.1 eV are
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FIG. 6. Conductivity tensors and geometric quantities in
ferromagnetic PrGeAl. (a,b) Shift and (c) injection conductivity
tensors. (d) JDOS as a function of photon energy. The cases with
u = Ewp; and u = Ewp, are also shown. (e) Energy bands,
(f) quantum metric g,,, (g) Berry curvature F,;,, (h) Christoffel
symbol I'..,;,, and (i) symplectic Christoffel symbol fc;ab along
the high-symmetry lines in the Brillouin zone [see Fig. 9(d) in
Appendix K].

comparable to those in archetypical nonmagnetic Weyl
semimetal TaAs [16], which also has the 74, md space group.
The linear shift current element Re(6%%%) is also large in the
higher energy range between 0.4 eV and 1.0 eV. This peak is
not due to magnetic order because it is observed in T-
symmetric responses. It is hardly related to the responses of
Weyl points. The peak is far from the Fermi level; also, the
conductivity components showing the large peaks are not
generated by linearly dispersing Weyl points (see Table I1, for
example). We do not aim to explain its origin here. The
calculated circular shift conductivity elements below 0.2 eV
are comparable to that of the linear shift current (Fig. 6), and
remarkably, they are 1 order of magnitude larger than those in
the AF Dirac semimetal MnGeOj; [see Figs. 4(c) and 4(d)].
No first-principles calculation of the circular shift current in
other semimetals has been reported yet.

Similar to the linear shift conductivity, circular injection
conductivity Im(c***) has a gigantic broad peak between
0.5 eV and 1.0 eV, and the peak value is almost 1 order of
magnitude larger than that of linear injection conductivity
in AF MnGeOs (see Fig. 4). It also has large peaks below
0.15 eV, although the magnitudes of these peaks are a few
times smaller than the gigantic peak in the higher energy
region. Linear injection conductivity Re(¢™?) in FM
PrGeAl is also large and is about 10 times larger than that
of AF MnGeOs; in the very-low-energy region. This 1-
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order-of-magnitude enhancement can be related to the
presence of many Weyl points, as we analyze further below.

As in MnGeO;, JDOS is suppressed at low energies
[Fig. 6(d)]. Thus, the origin of the large low-frequency
photocurrents should be attributed to the geometric
enhancement. We have calculated all four geometric
quantities along the symmetry lines in the Brillouin zone
[Fig. 9(d)], as displayed in Fig. 6. We find that all four
quantities have sharp peaks in the vicinity of the ¥ and X,
points, where there are several anticrossing nodal points,
with the Fermi level falling within their gaps [see Fig. 6(e)].
Since these gaps near the anticrossing points are mostly
within 0.1 eV, the large peaks in the geometric quantities
thus give rise to the sharp photoconductivity peaks around
0.1 eV and below. In particular, Christoffel symbols I,
and I',,, have gigantic peaks near the X and Z; points with
the same signs, thus resulting in sharp peaks in circular shift
conductivities Im(c™%) and (%), respectively, below a
photon energy of 0.1 eV [Fig. 6(a)].

FM PrGeAl has been reported to be a rare noncentro-
symmetric FM Weyl semimetal with at least 160 WPs
within 0.1 eV of the Fermi level [43]. Furthermore, there
are both type-I and type-II WPs among them. Here, we
consider two WPs, one type I and the other type II, and
study their influences on the photocurrents. The type-I1 WP
(WP1) sits at k = (0.160,0.204, —0.003)2z/a in the BZ
and is located at 53.9 meV above Er (Ewp;). The type-II
WP (WP2) is at k = (0.015,0.255,0.217)2x/a, and its
energy is 67.4 meV above Ep (Ewp,). They correspond,
respectively, to Weyl points W} and W) reported in
Ref. [43]. To study the influences of the WPs on the
photocurrents, we calculate all the nonvanishing conduc-
tivity elements and all the geometric quantities with the
Fermi level set to Eywp; and also to Ewp,.

The conductivity and geometric quantity spectra
obtained by setting the Fermi level to the WPI1 energy
(Ewp;) are plotted in Fig. 7. Remarkably, compared with
the y = Ep case in Fig. 6, all the photoconductivity
elements within the photon energy of 50 meV increase
by a factor of 2 or more. In particular, the linear shift
conductivity element Re(6**) is enhanced by a factor of 5
[Fig. 7(b)]. Other changes include that the peak at about
70 meV in circular shift conductivity elements Im(¢™%) and
Im(c*) is significantly reduced [Fig. 7(a)] and that the
positive peak at about 40 meV in linear shift conductivity
element Re(6%*) changes to a negative peak [Fig. 7(a)].
Nonetheless, the features of all the conductivity elements
above 100 meV remain essentially unchanged.

The changes caused by moving the Fermi level to the WP1
energy mentioned above can be largely explained by the
distributions of the four geometric quantities in the vicinity of
the WP1, as displayed in Figs. 7(e)-7(h). For example, the
symplectic Christoffel symbol I, has high positive peaks
along all three coordinate directions near the WP1 [see Fig. 7
(h)]. These peaks thus give rise to the fivefold increased
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FIG. 7. Same as in Fig. 6, but with 4 = Ep;. (a,b) Shift and

(c) injection conductivity tensors. (d) Energy bands, (e) quantum
metric g,,, (f) Berry curvature F;,, (g) Christoffel symbol I',..;,
and (h) symplectic Christoffel symbol fc;ab along the three
Cartesian  coordinate axis directions through the WPI
(E = Eywp,). Here, q = k — kyyp; denotes the momentum dis-
placement from the WP1.

linear shift conductivity Re(6***). Note that although in the
u = Er case fzxx also has sharp peaks near the ¥ and %,
points, these peaks have both positive and negative signs [see
Fig. 6(i)], and thus their contributions to the linear shift
conductivity cancel each other to some extent.

The results obtained by setting the Fermi level to the
energy of the type-Il WP2 are plotted in Fig. 8. We notice
that, as in the WP1 case, all the photoconductivity spectra
remain more or less unchanged for photon energies larger
than 100 meV. As for the WP1 case, the peak height of
linear shift conductivity Re(c**) at a very low energy of
about 10 meV gets doubled, although the sign of the peak
changes from positive to negative [see Fig. 8(b)]. However,
in contrast to the WP1 case, many low-energy peaks,
especially of shift current conductivity elements, become
smaller [Figs. 8(a) and 8(b)]. In particular, the peak at
10 meV in both circular shift elements Im(c™*) and
Im(c*") decreases by a factor of nearly 2, and also the
peak sign changes to the opposite sign. These different
changes in the low-energy photoconductivity spectra
between the type-I and type-II Weyl-point cases may be
attributed to their different energy dispersions and hence
the different distributions of the four geometric quantities
near the Weyl points (see Figs. 7 and 8). Figure 7(d) shows
that in the type-I WP1 case, the upper and lower Weyl cone
bands lie, respectively, above and below the WP1 energy.
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(c) injection conductivity tensors. (d) Energy bands, (e) quantum
metric g, (f) Berry curvature F;, (g) Christoffel symbol I',.,,
and (h) symplectic Christoffel symbol fmb along the three
Cartesian coordinate axis directions through the WP2
E = Eywp,. Here, q = k — kyp, denotes the momentum dis-
placement from the WP2.

As aresult, the low-energy inter-Weyl-band transitions may
occur in all three coordinate directions when the Fermi
level is set to Eywp;. This can result in large peaks in the four
geometric quantities near the WPI, thus leading to the
many-fold enhancements in photocurrents, as discussed
above. In the type-1I WP2 case, in contrast, both upper and
lower Weyl bands along the —k, and +k, directions lie
below Ewp, [see Fig. 8(d)]. This hinders the low-energy
inter-Weyl-band transitions along these two directions
when Ep is set to Ewp, and thus reduces the peaks in
the geometric quantities near the WP2, thereby leading to
several smaller peaks in the photocurrents below about
20 meV. Of course, in a real topological semimetal such as
in the present system, the situation could be more com-
plicated. Figure 8(d) shows that other bands may come
quite close to the WP2 in energy; thus, they enable, e.g., the
transitions from two Weyl bands below Ewp, to the other
bands above Ewp, along the —k, and +k, directions, also
giving rise to prominent peaks in the geometric quantities
near the WP2 [see Figs. 8(e)-8(h)].

VII. DISCUSSION

Let us discuss some issues related to the smallness of the
frequency. We note that our theory is reliable for the photon
frequency above 1 THz because we assume @ > I'. Since
the typical relaxation time in semimetals is 1 picosecond,

w/2x > 1 THz should be taken for our theory to apply.
Thus, the divergence of the responses in our model should
not be interpreted as a physical divergence, and it is cut off
at w ~I'. Moreover, intraband (i.e., nontransitive) second-
order optical responses exist in magnetic systems, and they
become comparable to the interband responses when
o <T. To estimate the magnitude of the intraband
responses, let us consider the semiclassical second-
order optical response o§a’ (w) = —(e3/h?)(w? +T2)~'x
> Ji fEPD,0,v5. It has the same symmetry property as
the linear injection current (so it appears in magnetic
systems where time-reversal symmetry is broken) and
scales as w~?u*~¢ near tilted Dirac or Weyl points. Since
the w2 factor enhances the semiclassical response at low
frequencies, it becomes comparable to the peak value of the
linear injection response at @ < 7! = I if we take p ~ .

Another issue at low frequencies is the validity of
perturbation theory. We suppose that the photovoltaic
responses are dominated by the second-order responses
since the electric field is generally weak enough.
However, at small frequencies, A = E/w becomes large,
so higher-order responses can become significant.
According to the Floquet theory analysis in Ref. [4],
perturbation theory works well for |@~!eEv| < AL, where
we assume that the interband velocity matrix element has the
same order of magnitude as the intraband velocity. It sets a

lower bound for @. For iv ~ 1 eVA™! and ' ~ 1 THz, the

lower bound is Wi, ~ \/I/(W/cm?)THz. While this bound
is very small for typical lasers with intensity I < 1 W/cm?, it
should be taken into account for an analysis of the exper-
imental results obtained by using high-intensity pulse lasers.

In the nonperturbative regime, light absorption occurs
faster than the interband relaxation, so electrons are excited
until the system reaches a new equilibrium where the
absorption and emission of light find a balance. The
relaxation plays an important role here because a mismatch
between the absorption and emission, which generate
opposite photocurrents, requires a finite relaxation [4].
Even in a very clean system with an extremely small I', the
low-frequency divergent behavior we discuss above is cut
off because of this reason.

At finite temperature, thermal fluctuation can signifi-
cantly reduce low-frequency photovoltaic response in
tilted-Dirac or Weyl semimetals [13]. When the peak value
is considered, the relevant frequency scale where the peak
value is reduced to half is 2|v/v'|kgT/h for type 1 and
2kgT/h for type II. It sets a quite-high lower bound since
2kgT/h = 12 THz at room temperature (cf. 0.17 THz at
4.2K and 3.2 THz at 77 K). When the tilting is small such
that |[v'/v| < 0.4, the cutoff scale is larger than 30 THz at
room temperature, which is the highest edge of the terahertz
radiation. Therefore, cooling will be needed in order for
tilted-Dirac or Weyl semimetals to work as an efficient
terahertz photodetector.
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Throughout this work, we focused on the dc generation.
However, let us note that our results can also be applied to the
second harmonic generation, where an alternating current of
frequency 2w is generated by a uniform illumination of light
with frequency w. Since the second harmonic generation is
associated with the shift vector [4,13], its low-energy
divergence has the same form as that for the shift current
[13], and thus it can be related to the quantum geometric
connection. We believe that similar geometric interpretations
of other quantities are also possible. It will be an interesting
topic to explore quantum geometric properties of the third-
order optical conductivity. Since it has four components, we
expect the existence of a third-order optical response con-
trolled by the Riemann curvature tensor Ry, = 0.I'%,—
Oaty + (T4, = T4,T%,).
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the circular shift current and discussed its enhancement
near gap-closing points. Our results are consistent with the
results in their preprint when there is an overlap.

Note added in proof.—The conclusion of a somewhat ad hoc
discussion in the paragraph containing Appendix Eq. (ES)
can be justified by fully taking the degeneracy into account.
For this purpose, we need to write the generalized derivative
in Eq. (E3) with the U(N) Berry connection, instead of the
U(l) Berry r§,, and r¢,. See Ref. [76]. Then, the virtual
transition terms in Eq. (E7) appears as the sum over non-
degenerate states (0, # @, ®,,).

APPENDIX A: FREQUENTLY USED IDENTITIES

In this Appendix, we use the following two identities:
<m‘aa0‘n> = 8aOmn - i(r;lnpopn - Ompr;lm)

= 8aOmn _i[ra70]mn’ (Al)

where we integrate by parts in the first line. The following
is a specific example of the above identity with O = H/#,
and it is used very often in the subsequent Appendixes:

a

Umm = 8awm7

U;lnn = iwmnr;lnn (m # n)' (AZ)

APPENDIX B: SHIFT AND INJECTION
CURRENTS FROM THE FERMI GOLDEN RULE

Let us derive the expression of the shift and injection
currents from the Fermi golden rule. Here, we drop the light

Note added.—Recently, Hikaru Watanabe and Yoichi  polarization dependence of the shift vector. Since
Yanase studied the bulk photovoltaic responses in magnetic ~ E(7) = E(w)e™ ™ + E(—w)e'', where E(-w) = E(w)*,
systems independently of ours [76]. They also figured out  both the @ and —@ components contribute:
|
-]shlft / eRcmn fI;BMmen
¢ \ gD 27 ie 2
= Z eRmn nm Za<m| %Ea(a))aal—[|n> 5(hwmn - hw) + ((1) - _a)>
27te (n|0pH|m) (m|0,H|n
=2 [ g, M O g ), ()i, - )
n.m,a, b COl/ﬂ}’l wmn
Zn'e
= / Z fFDRgm Fam” 31n5(wmn - w)Ea(w>Eb(_w)’
k n,m,a,b
atjicnj = / eAgnn fI;BMWH—n( )
n,m,a,b
27te
- / ZfFDAiCnn Tum mn (a)mn - w)Ea(w)Eb(_a))’ (Bl)
n,m
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where M,,_,, is the probability of the transition from n to
m. We note that this Fermi golden rule calculation gives an
overall (—1) sign that is absent in the results in
Refs. [19,22], while they also take —e as the electron
charge. Also, our expressions differ from the results in
Refs. [19,22] by the sign of w in the electric fields.

APPENDIX C: TIME-REVERSAL
TRANSFORMATION OF THE SECOND-ORDER
OPTICAL CONDUCTIVITY

Let us consider the most general second-order optical
conductivity tensor defined by

@1)E, (@),

where @ = @, + @, and @;, = w,, +iI". We can sym-
metrize the conductivity without loss of generality such that

jo(@) = o° (1)

o (@; @y, @,) = 65" (@; @y, @1 ). (C2)
The current and the electric field transform as
J(@) = j(@) = —j(-®),
E (&) = Ey(@) = E (@), (C3)

under time reversal t — —t. Equation (C1) is equivalent to
—j(=@) = 65 (@; @y, @) E, (@) E, (—@,). It can be
written as

J(@) = (@301, @7) Ey(@1)E(@,)  (C4)
if we define 6'““* by
oS (@@, y) = =0 (—@; —@,, —@,)
= -0 (—@; —@,, —@,).  (C5)
In the case of the dc generation, where w; = —w,, which
reduces to
o' (w,T) = =P (@, -T), (Co)

where 6% (w,T) = 6% (0;w + iT', —w + iT").
APPENDIX D: DERIVATION OF EQS. (9) AND
(10)

Let M be a point-group symmetry operation:
x, — xi, = M_,x;,. The Bloch state transforms as

|l//nk> - |w/rzk> = M|l//n./\/l’]k>‘ (Dl)

When the system has M symmetry (i.e., M HM = H),

W) = W) M, (K) s satisfied, where M,,,(K)

is a unitary matrix that is nonzero only when

E, (k) = E,(M~'k). Here, we do not assume that the
system has M symmetry, and we focus on how quantities
transform under M. From the transformation property of
the Bloch state, it follows that

i) = Ji3c) = Mty pg-iic)- (D2)
Then,
rin(K) = 70, (K) = gaprpn(M'k).  (D3)
We show this transformation property as follows:
( ) < mk|la |unk>
</\/lumM e lio, |M”nM )
IM™ k),
:T<Mum/\4 10 m1p) |M”,,M )
= Mabrfnn(M_]k)ﬁ (D4)

where we use that (M™"),, = M. Similarly, we have

Vi (K)

= 1 ()1 |0 H' (K) |14))

= (Muy, oy |0 (MH(MK) M
= Myvh,(MTK),

RIESCAYEN)
(DS)

where H'(k) = MH(K)M™" and H(k) = e"*THe* T is
the Bloch Hamiltonian. From these properties, one can find
that

1sa1b c:a
oM (@, T) = M, oMy aMp 105 b(a), ), (De6)

where ¢’“” is defined by the M-transformed state [u, )

and Hamiltonian H'(k).
We can repeat this process for time reversal,

i) = W) = Tl ). (D7)

For the dipole matrix elements,

mn (K) = (16,104 u0c)

= (T, |i0,|Tu, )
= (Tuyy 4 |T(=) 01t 1)
= (=)0, |t 1)
= (uy, k|1 0altt 1)

= rim(=k),

where we use the antiunitary property of time reversal in the
third line, and we integrate by parts in the fourth line:

(D8)
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U, x ‘MM.—k>
M;z,—k |um.—k>
k). (D9)

We have

d"(@.T) = 6" (.T), (D10)

for linear shift and circular injection, and

5 (,T) = =65 (w,T), (D11)
for circular shift and linear injection under time reversal,
which proves Egs. (9) and (10). Let us note that the time-
reversal transformations derived here are consistent
with Eq. (C6).

APPENDIX E: GENERAL FORM OF SHIFT
CURRENT MATRIX ELEMENTS

In the clean limit, the dc conductivity corresponding to
the shift current is

ot =2 Z/PN% —w). (B

n.m

where

I(";"C;b = _i(errfnn.c - er,crfnn) (EZ)

and

?rm,c = acrgm - i(r%m - r;c;n)rzm- (E3)

,
One can see that 152 is identical to (Ryn — Rﬁ;ﬁ)rﬁmr;gn.
Let us transform this to an expression involving only matrix
elements of the derivatives of the Hamiltonian. Here, it is
enough to consider n € occ and m € unocc because of the
Fermi-Dirac distribution function. We first use Eq. (A2) to
write the derivative of r¢,, in terms of the velocity matrix
elements:

== |:8c Ugm - Uamn —:| . (E4)

The derivative of the velocity matrix element can be
decomposed further as

a4, = h~"(m|0,0.H|n) + ih~'[r,0,H],,

a A C
- Wmn + lrmm”mn ~ WmmTmn

A
+ lrmnvnn — Wiun"nn

H E c 0 a
+1 (rmp”pn - vmprpn)
pEmM.n

¢ a P .C a
rnn)vmn - lrmnAmn

m n % UCV[
+Z(pp ;ﬁ, (E3)

p#m.n pn

o,
_Wmn+l< Toum —

where we use Eq. (Al) and separate the p =m or p =n
components from the p # m, n components in the sum-
mation in the second line, and we use Eq. (A1) again in the

ine. Usi i W,y = V5, — VS, = ,
last line. Using the notation 0.w,,, = Vim = A
we have
c a a c
ra _ 1 |:Wac _ UmnAmn + vmnAmn
mn,c — . mn
lwmn wmi’l
v,
mpYpn mpYpn
+z(w o ﬂ. (E6)
p#m,n mp pn

Accordingly, we have

b c a a c
b a _ Unm ac Z}mnAmn + vmnAmn
umTmn.c 2 mn "~

mn WDnn

a ,c
nm ( mp pn _ Umpvpn) (E7)
wmn pEmM.N WDpy

Let us note that the last term in Eq. (E7) (the virtual
transitions), in fact, should be summed over nondegenerate
transitions; i.e., » -, ,, shouldbe 3, ., ,, . To see this,
we note that the three band term [which i is the most clear from
diagrammatic calculations with the substitution @ — @ + il”
in the calculation of 6% (w; w;, w,) [19,22]] is

b c a a c

Unm UmpVpn _ UmpUpn (ES)
2 . . .

Oinn yomin @mp +il' w,, +il’

Applying r,, = v%,/iw,, (andalso ry, , = v;,,/i®,,,) gives
Eq. (E7), assuming nondegeneracy of bands and taking
I — 0. However, in the degenerate case where , = w,, for
p #n, v5, = iw,,ry, does not imply 7, = v},/i®,,.
Those degenerate cases should be omitted in the summation
in Eq. (E7) because v,,,v,, « ®,,»,, =0 when degen-
eracy occurs.

APPENDIX F: SECOND-ORDER RESPONSE OF
GENERAL k-LINEAR DIRAC HAMILTONIAN

Let us show that the following Hamiltonian has vanish-
ing shift current and linear injection current responses:
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d
H(K) =h Y vk, (F1)
a,i=1

Since this Hamiltonian is linear in momentum, the dia-
magnetic term wi,, in Eq. (E7) vanishes. It follows that the
integrand of the second-order optical conductivity is a
tensor under the map f(k), where f' =AY, v,k,, ie.,

oo = / QDO D, f Ty (F2)

where T';j is a tensor in f space,

a

A -1
o = [ atraen (311) our0uronr s,
= 10,0001 det<h”ai>/ddkaij(f)

:h%uivhjvckdet(vm)/ddka,-j(k)

i
= AO40p 00 det(v4;) o0 (F3)

where we changed the name of the variable from f to k in
the third line, and oy = [ d?kT};;(k) is the conductivity
for hv,; = d,. Since the shift current and linear injection
current parts of oﬁf{) vanish, this finishes the proof.

APPENDIX G: QUANTUM GEOMETRIC TENSOR
FOR DIRAC HAMILTONIANS

1. Quantum geometric tensor

The quantum geometric tensor of the occupied states is
defined by

_ E E b
Qab - rzmrmnv

nEOCC meunocc

(G1)

where r4, = i(n|0,|m). Its symmetric and antisymmetric
parts, respectively, correspond to the quantum metric and
the Berry curvature of the occupied states.

To see this, let us take occupied bands n; and n,. Then,

a b
E TnymTmn,

meunocce

= > (m]id|m)(m|idy|ny)

meunocc

= 3 (Gunlm)(mloym)

meunocc

= (@umilns) = 3 (@mi|p)(plsns)
pEocc

1

= [@umlons) = 3 @unlp) plow) + (o )]
pEoce
1
3 |@um o) = 3 (Ounlp)pioum) = a = o)
pEoce

i
= (gab)n|n2 _E(Fuh)n]nz’ (Gz)

where the symmetric part

(o, = | (@um0um) = 3 (@un ) 104

pEeocc

+ (a<b) (G3)
is the non-Abelian quantum metric of the occupied states,
and the antisymmetric part

(Fap)pyn, = 1(0any|Opny) —i Z (Oami|p)(p|Opna)
pEocc
—(a<D)

b Fb ra

— b a i a
_aarnlnz_abrnlm_l(r pny, — 'nyp pnz)

"1Pr

(G4)
is the non-Abelian Berry curvature of the occupied states,
where 7y ,, = i(n|0,|n,) is the non-Abelian Berry con-
nection of the occupied states. It follows that

i
Qab = Z (gab)nn - 5 (Fab)nn
neoce
~Fop. (GS)

:gab_2

2. Dirac Hamiltonian

Here, we consider the following d, x d,, Dirac
Hamiltonian:

H:f0+ZfiFi- (G6)
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Let us note that this kind of Hamiltonian describes generic
two-band systems when d); = 2 and generic PT-symmet-
ric four-band systems with (PT)? = —1 when d,, = 4. Let
us suppose that half of the bands are occupied. Then, since

hwypoce = Moo = 2 Zlf,z =2f, we have

ab 4‘f2 Z Z vnmvmn (G7)
NEOCC MmEUNOCC
Also, the velocity matrix elements are given by
Avs, = (MmO Hn) = dufi(m[Tiln).  (G8)
It follows that
1
Qup = —zzaaflabfj Z Z n|L|m) (m|L;[n).
4f= =
L] NnEOCC meunoce
(G9)
Let us evaluate the summation
> D (nlTim){m[Tyln)
NEOCC meunoce
=y {<nIFiF;In> = Y (n[Tim){m|Ty{n) |.  (G10)
neocc meocc
The first term is
Z<nlrirj|n> = Z 2<n|{F,, j}|n> < |[ i j]|n>
neocc neocc
_du
- 2 (6l]+l‘ll]) (Gll)

where we use the property of Gamma matrices {I';,T';} =
26;; and define

7, sd; S ([, T ). (G12)

neocc

As for the second term, we note that for m, n € occ,

_&6mn =

7 (G13)

One can see this as follows. First, if we take the dot
product of (m|l’;|n) and f, we have (m[[';[n)f; =
(m|fT;|n) = =f6,,. On the other hand, for a vector n
perpendicular to f, (m|[';|[n)n; = (m|n;I';|n) = 0 because
n,;I"; anticommutes with f,I";. Since (m|I";|n) is parallel to
fi» we have Eq. (G13). To sum up, we have

dy (6 —JACiJACj +iJ;;)
8f2 )

Qur =D Duf Opf’ (G14)
i.j

In two-band systems, we have J;; = —eijkj‘k because
[I;.T';] = 2ie; Iy, where I'; = 6; is a Pauli matrix. On
the other hand, in four-band systems described by a Dirac
Hamiltonian, which are PT-symmetric four-band systems,

we have J;; = 0.

APPENDIX H: COMPATIBILITY BETWEEN
METRIC, SYMPLECTIC FORM, AND
CONNECTION

1. Metric connection

A connection yf-‘j is called metric compatible if the inner
product done by the metric is invariant under parallel
transport [66]:

Vi =0. (H1)
In components, it reads
Oy = nari; = njvi; = 0, (H2)
which can be written as
0= (vk’?)ij
=e;-Vin-e;
=Vi(e; n-e)—Vie;-n-e;—e -n Ve;
= 8k’li/ - 75@’71; - 771'17/;(]‘7 (H3)

where we use the notation 77;; = e, - 77 - €; and the definition
Ve = yfa.e ;- A metric compatible connection is called a
metric connection. If a metric connection yf]- satisfies the
torsion-free condition y}; = y%; (torsion is the antisymmet-
. k . . . .

ric part of y;;), it is uniquely determined to be

y{.‘j = gM (9, M+ 0 — Omj ), (H4)

l\JI'—‘

and it is called the Levi-Civita connection.

2. Symplectic connection

Similarly, a connection is called a symplectic connection
when it satisfies

Ve =0. (H5)
In components, it reads
akeij -

eiﬂ/;{j + €le’§”’ =0, (Ho)
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which follows from

0= (Vke)ij
=e;-Vie-e;
=Vi(e;-e-e;))—Vie,-c-e;—e;-e- Ve,
= 8k€ij - 72,-61]' - €i17§<j

= Oke;j + Yiﬁjz - €i1y§cj' (H7)
Unlike the metric compatibility, this condition alone cannot
uniquely determine the connection, even after imposing the
torsion-free condition y}; = y%. However, adding metric
compatibility makes the connection unique. On the gen-
eralized Bloch sphere, the Levi-Civita connection is the
unique connection that is compatible with both the metric
and the symplectic form.

APPENDIX I: GEOMETRIC INTERPRETATION
OF THE CIRCULAR SHIFT CURRENT WITH
MORE THAN TWO BANDS

Here, we show that the matrix element of the
circular shift conductivity is related to the Christoffel
|

l—‘bca;nm = (acgba;nm + C()tngc;nm

Re[a (er mn) +a ( nm mn)

a

N = N = N = N =

b b
Re[zrnmr%n,c + rnm(rfnn,a -

_ b b
where we add 0= rnmrzm ¢~ Tnm, crzm - (rnmrzm.c -
romeré,) in the last line and use Re(rf, .r6,) =
Re(rS,,rh,.4) for the last term. Let us note that rg, , —
ron.c terms in the parentheses are virtual transitions, as can
be seen from Eq. (E6). Thus, we have

Cpeanm = Re[rh,ré,, ] + virtual transitions.  (I5)

Equivalently, we find that the matrix element of the circular
shift current is given by

Re{rﬁmrzm,c - er,chM]
= Tpeamnm — Uacponm + Virtual transitions.  (16)

An analogous proof for the complex part will be more
challenging because it requires the calculation of the
inverse quantum metric because [y, =1 Fpi(g7")%Teq-

- 8bgc‘a;nm)

ab( Tum mn)]

rzm.c) -

symbol of the first kind defined between the n and m
bands:

Fbca;nm = (acgbu;nm + aagbc;nm - abgca;nm)’ (Il)

N[ =

where we define

Jab:nm = Re(rzmrfnn)' (12)
By using the identity

b

ro ré a

C
nm’ mn,c + Tm,e"mn

ierr%n<rmm - r;n)
(8 er)r?nn - irzmrfnn(rrcm - rfnm)

_8 ( Tam mn) <I3)

__ b a
- rnmacrmn -

we obtain

C a

b .a b b . b c c a
Re[rnmrmn,c + rnm,crmn + TamTmn,a + rnm,urmn - rnmrmn,b - rnm,brmn}

(r;m.b - rﬁm,c)rzm - riczm(rzm,b - rﬁzn.a)]’ (14)

APPENDIX J: SYMMETRY TRANSFORMATIONS
OF GEOMETRIC QUANTITIES

Under the transformation
(t,xs) = (7.x0) = ((-

the quantum geometric tensor and the quantum geometric
connection transform as

Qha (Mk) = Mhb/Mau/Qz’a’ (M_lk)’
Cbca(k) = (_1)STMMJ’MCC’Mau’Cb Jd (M_lk) (JZ)

Equivalently, we can write them as

e, Mapxp), (1)

9pa(K) = My Mg gy (M7'K),
Fpa(k) = (=1)" My My Fiy (M'K),
Dpea(k) = (=1)" Mypy Moo Moo Tyt (M),
Fpea(k) = My Moo Mg Ty (MT'K). (J3)
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APPENDIX K: DETAILS OF FIRST-PRINCIPLES
CALCULATIONS

Manganese germanate MnGeO; forms a rhombohedral
ilmenite structure with a P-symmetric space group R3 [73]
[see Fig. 9(a)]. The unit cell contains two formula units
(f.u.). It becomes antiferromagnetic below 38 K with the
same unit cell [73]. Although the AF structure [Fig. 9(a)]
breaks both 7 and P symmetries, AF MnGeO; with
magnetic space group —3’ has the combined P7 symmetry
[42]. PrGeAl crystallizes in the body-centered tetragonal
structure [see Fig. 9(b)] with a broken P symmetry space
group [4,md [75]. The unit cell also contains two f.u. It
becomes ferromagnetic at 16 K [44], and the FM structure
[Fig. 9(b)] has no T symmetry nor PT symmetry.

The electronic band structure and magnetic properties of
MnGeOj; and PrGeAl are calculated based on first-princi-
ples density functional theory with the generalized gradient
approximation (GGA) [77]. The experimental structural
parameters for MnGeOs; [73] and PrGeAl [75] are used in
the present calculations. To better describe the Coulomb
correlation among Mn 3d electrons and also among Pr 4f
electrons, we adopt the GGA + U scheme [78]. Following
the recent studies [42,43], we use the effective U value of
4.0 eV for both Mn 3d and Pr 4f electrons. The calcu-
lations are performed using the accurate projector-
augmented wave (PAW) method [79], as implemented in
the Vienna ab initio simulation package (VASP) [80,81].
The fully relativistic PAW potentials are adopted in order to
include the spin-orbit coupling (SOC) effect. Large
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FIG. 9. Crystal and magnetic structures of (a) MnGeO; and
(b) PrGeAl. The associated Brillouin zones are shown in panels
(c) and (d), respectively.

plane-wave cutoff energies of 450 eV and 500 eV are used
for MnGeO; and PrGeAl, respectively. For the Brillouin
zone integration, k-point meshes of 12 x 12 x 12 and 16 x
16 x 16 are used for MnGeO; and PrGeAl, respectively.
All the calculations are performed with an energy con-
vergence within 10~ eV between the successive iterations.

Here, we consider MnGeOj; and PrGeAl, respectively, in
the AF and FM states with the magnetic moments being
parallel to the ¢ axis. The calculated relativistic band
structures of MnGeO; and PrGeAl are displayed in
Figs. 10(a) and 10(b), respectively. They are both semi-
metals with low density of states at the Fermi level (Er) of
0.315 states/eV/f.u. and 0.133 states/eV/f.u., respectively.
The calculated Mn spin magnetic moment in MnGeOy is
4.29 pp and that of Prin PrGeAl is 1.89 up. The calculated
band structures agree well with those reported previ-
ously [42,43].

Nonlinear optical photocurrents are calculated based on
the linear response formalism with the independent particle
approximation, as described above. Specifically, the dc
shift and injection photocurrent conductivity tensors are
calculated using Eq. (4) in Sec. II. Since a large number of
k-points are needed to get accurate NLO responses [82,83],
we use the efficient Wannier function interpolation method
based on maximally localized Wannier functions (MLWFs)
[84-86]. For MnGeO3, 68 MLWFs per unit cell of Mn d,
Ge p, and O p orbitals are constructed by fitting to the
GGA+U+SOC band structure. In PrGeAl, 76 MLWFs per

= :

~ Ob------m--= =L

> - 1

o b | ‘ b

2 r — ab initio ! | 3

W= I--- Wannief | | 7
X r Z L r F

2

Energy (eV)
[e]

-2

FIG. 10. Fully relativistic band structures of (a) antiferromag-
netic MnGeO5; and (b) ferromagnetic PrGeAl. The Fermi level
(Ep) is at 0 eV.
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unit cell of Pr d and f orbitals, as well as Ge p and Al sp
orbitals, are adopted. The band structures obtained by the
Wannier interpolation are nearly identical to those from the
GGA+U+SOC calculations (see Fig. 10). The shift current
conductivity tensors are then evaluated by taking very
dense k-point meshes of 200 x 200 x 200 for MnGeO; and
of 160 x 160 x 220 for PrGeAl. We find that the conduc-
tivity tensors obtained using such dense k-point meshes
converge within a few percent. Here, we consider the
“cold” semimetals; i.e., the Fermi-Dirac function in Eq. (4)
is taken to be a step function. Furthermore, the Dirac &
function is replaced by a Lorentzian function with a
broadening width of #z~! = 10 meV. Accordingly, in
the injection conductivity calculations, we use the relax-
ation time 7 given by #r~! = 10 meV.
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