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We show that coupling of ultralight dark matter (UDM) to quarks and gluons would lead to an oscillation
of the nuclear charge radius for both the quantum chromodynamic (QCD) axion and scalar dark matter, an

effect which is of particular importance for heavy elements. Consequently, the resulting oscillation of

electronic energy levels could be resolved with optical atomic clocks, and their comparisons can be used to

investigate UDM nuclear couplings, which were previously only accessible with other platforms. We
demonstrate this idea using the 25 /,(F = 0) < *F;,(F = 3) electric octupole and 2S;»(F = 0) <

2D, /2(F = 2) electric quadrupole transitions in 7' Yb*. Based on the derived sensitivity coefficients for

these two transitions and a long-term comparison of their frequencies using a single trapped !”! Yb™ ion, we
find bounds on the scalar UDM-nuclear couplings and the QCD axion decay constant. These results are at a
similar level compared to the tightest spectroscopic limits, and future investigations, also with other optical

clocks, promise significant improvements.

DOI: 10.1103/37vw-gclr

Theories of ultralight dark matter (DM) bosons (scalar
or pseudoscalar) provide us with arguably the simplest
explanation for the nature of this enigmatic substance.
Ultralight DM (UDM) can be described as a classical field
coherently oscillating with a frequency proportional to its
mass m,. Well-motivated models of UDM include the
quantum chromodynamics (QCD) axion [1-5], the dilaton
[6], the relaxion [7,8], and possibly other forms of Higgs-
portal models [9]. All of these predict that the UDM would
couple to the standard model (SM) QCD sector, the quarks,
and the gluons, leading to oscillations of nuclear param-
eters. Scalar UDM generically couples linearly to the
hadron masses, whereas pseudoscalar UDM such as the
QCD-axion couples quadratically to them, see, e.g., [10].
Optical clocks have been used to constrain DM couplings
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to electrons and photons (see [11] for a recent review). So
far, limits on UDM nuclear couplings have been obtained via
the g factor dependence of hyperfine transition frequencies
[12—-16] and from molecular vibrations [17]. In principle,
they can also be derived from isotope mass shifts (via the
reduced-mass dependence). However, the corresponding
energy shifts scale as the inverse of the nuclear mass and
therefore the sensitivity to the DM-nucleus coupling is
suppressed.

In this Letter, we propose and demonstrate using the
oscillation of the nuclear charge radius for probing UDM-
nuclear couplings with optical atomic clocks. This method
is particularly effective for heavy atoms, opens comple-
mentary possibilities for investigating UDM-nuclear cou-
plings, and increases the number of possible experimental
platforms.

We derive the effects of nuclear charge-radius oscilla-
tions on electronic transitions and demonstrate the method
using two optical clock transitions of '"'Yb*. Calculating
the sensitivities of these transition frequencies to changes in
the nuclear charge radius allows us to directly relate
the QCD-axion and scalar UDM nuclear couplings to vari-
ations in the optical clock frequencies. From a 26-month
optical atomic frequency comparison using a single
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71Yb* ion, we obtain an experimental bound on UDM
nuclear couplings.

The total electronic energy E,, of an atomic state
contains the energies associated with the finite nucleus
mass (mass shift, MS) and the nonzero nuclear charge
radius ry (field shift, FS). They can be parametrized as [18]

1 1
EMSZKMS—OC— and EFSEKF5<I’%]>0<A2/3, (1)
my A

where Kys and Kgg are the mass-shift and field-shift
constants and the mass m, of an atom with atomic mass
number A is largely determined by the nuclear mass my.
The variation of the total electronic energy associated with
the nuclear degrees of freedom can be written as [19]

AE Eyis Amy  Egg A<712v>
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For heavy nuclei, the second term dominates, as in the case
of 7'Yb™* shown below. Thus, by comparing two electronic
transition frequencies v, and v, of heavy atoms, we obtain

A(Va/yb) _ A<r12\7> (3)
(valve) — """ ()
where we defined [20]
k= Kes(r) _ Kg(ri) @
“h = v, Vp '

The mean squared nuclear charge radius of heavy elements
is dominated by the distribution of protons within the
nucleus rather than the charge structure of individual
nucleons [21] (see also [22] and the references therein).
The quantitative structure and details properties associated
with the distribution of protons within the nucleus is related
to the inter-nucleon interactions, which is controlled by a
variety of complex processes, such as the exchange of a
single pseudo-scalar, scalar and vector mesons, at tree level,
as well as double-exchange amplitude that corresponds to
loop processes [23—29]. However, we are only interested in
the log derivative of the charge radius with respect to the
QCD fundamental parameters, Agcp, and the axion field
(or the Ocp parameter). More specifically, we only require
to obtain the relevant scaling of the radius of heavy nuclei
in terms of these fundamental parameters. To obtain the
scaling we use mean-field computation, which has been
shown to be able to capture the gross features of heavy
nuclei (see, e.g., [30-32] for reviews). The relevant
quantities are obtained by studying the dependence of
(r%) on the QCD scale itself, and the pion mass square m2,
through its dependence on the QCD vacuum angle (see [10]
for instance) and/or the quark masses [33]:

A% AN, Am?
<2N> oo | A ' (s)
<rN> AQCD my AQCD

The calculation of a and f is described in Supplemental
Material [34] (and the full details in [54]), but in summary,
we evaluate how the charge radius depends on the lowest
resonance scalar coupling and mass, and the known
dependence of these on Agcp and the pion mass. Thus,
it allows us to calculate @ and f in a theoretically controlled
way. We find
a=-1.1, p=-0.34, (6)
and the errors of the mean field computation are estimated
to be 30% (see Supplemental Material [34] for more detail).
As a first type of UDM, we consider a light scalar DM
field, ¢(¢), interacting linearly with the up (&) and down (d)
quarks and gluons (G,,) as [55]

d( \)
Z qumqZ]q + %G’H/Gﬂb ’ (7)

g=ud s

¢
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where f3(g,) is the QCD f function, d,,
constants, m,, is the mass of the quark g and Mp ~2.4 x
10" GeV is the reduced Planck mass. We keep the color
indices implicit. The oscillating DM background of the
mass my, ¢(t) =+/2ppm/mycos(myt), induces a small
temporal component to @, and Agcp and the quark masses
as

qu are the coupling

o B Pgs)p(1) alnAQCD: d,
“l)= S“”(l nggsﬂMP)’ b VaMp
o $() \ ol d,
m(t)-m(O)(l—l—d,;,\/EMP]), b My (8)

where we define /i = (m, +m,)/2 and d; = (m,d,, +
myd,, )/ (m, + m,). The variation of m; o« Agcpt [56]
for a fixed Agcp can be related to dy; as

2
Amz

ms

_ g 90
Aqcp m\/iMPl

©)

Using Egs. (3), (4), (5), (8), (9), for a linearly coupled scalar
DM of mass mg, we obtain

A(Va/yb) - o R V2ppm
(Va/vp) B Ka’b[ % +ﬁdm] m(/)\/iMPl’ (10)

where we drop the explicit time dependence.

Let us now consider QCD axion models, where a
pseudoscalar field, the axion, a, couples to the gluon field,
contributing a term to the Lagrangian density [57-64]:
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L > (¢2/327%)[a/ f,)G"G,,. where f, is the axion decay
constant, g, is the strong coupling constant, and G/w is the
dual gluon field strength. Considering interactions at
energies much lower than the QCD confinement scale,
Aqcp. this term gives rise to axion coupling to the hadrons.

More specifically the pion mass depends on the axion
as [56,65]

A3
m3 () = J%ZCD \/mf, + m2 + 2m,m, cos(Oe ). (11)

where for the QCD-axion DM of mass m,, O.(t) =

(a B <a>)/fa =V 2pDM/(mafa) COS(mal‘).
The oscillating QCD axion DM induces an oscillating
component to the pion mass at quadratic order as [10,66]

Amz  m3(Oesr) — m3(0)
my — m(0)

~_ mumdggff(t) (12)
z(mu + md)2 ‘

Using Egs. (3), (4), (5), (12), we obtain, again without the
explicit time dependence,

A(Da/yb) _ m,my DM
(Va/l/h) B ﬁ b (mu—l—md)zmgfg' (13)

The heavy '"'Yb™ ion is a good candidate for the proposed
search, as it features two optical clock transitions: the
(411%65)2S ), — (4f'1365%)*F7 ), electric octupole (E3) and
the (4£1465)2S, ), — (4f'*5d)*D;, electric quadrupole (E2)
transition. We carried out isotope shift calculations for both
of these transitions. According to our analysis, the MS is 30
times smaller than the FS for the E3 transition and 300
times smaller for the E2 transition. For this reason, we
concentrate on the field shift in the following.

The FS operator, Hgg [67], modifies the Coulomb
potential within the nucleus. To find the FS coefficient
Krs, we apply the finite-field method, adding Hpg to the
initial Hamiltonian as a perturbation with a coefficient
A'H — H;, = H + AHgg. The coefficient A must be suffi-
ciently large to make the effect of the field shift larger than
the numerical uncertainty of the calculations, but small
enough to keep the change in the energy linear in A. In our
calculation, we use 4 = £0.01. Diagonalizing H,, we can
find the eigenvalues E; and determine Krg as [68,69]

5 OE,

= > T 14
S~ 6R2 01" (14)

where d(ry)/{ry) =0R/R =04, and we consider a
nucleus as the uniformly charged ball with radius

R =/5/3(ry).

The leading electron configurations of the 2S, 2 and
’Ds /2 states have a filled 4 shell, while this is not the case
in the %F, /2 state. To calculate the energies of these three

TABLE 1. The FS coefficients of levels Kgg and transitions
K¥%s = Kgs(*D3)5.> F7)5) — Krs(2S12) for various sets of basis
configurations used in the calculation.

Set of conf-s Term Kgs (GHz/fm?)K%s (GHz/fm?)
Dy, ~790.9 ~14.6
F1) ~736.6 39.7
[7sp6df g Si) -776.2
D, ~791.3 ~15.1
T ~737.2 39.1
8sp7dfq] S, ~776.0
D, 7913 153
2y, ~736.5 395
95p8dfq] S, ~775.9
Dy, ~791.2 153
T ~736.0 39.9
Final 12 =D, (B2) -15
281/ = *F7), (E3) 40

states, we use a 15-electron configuration interaction (CI)
method, including the 4f shell in the valence field.

We start from a solution of the Dirac-Hartree-Fock
(DHF) equations by performing this procedure for the
[1s2,...,4f1%6s] electrons. Then, all electrons are frozen
and the electron from the 6s shell is moved to the 6p shell,
and the 6p, /, 3/, orbitals are constructed in the frozen core
potential. All electrons are frozen again; the electron from
the 6p shell is moved to the 5d shell, and the 5d3/,5/»
orbitals are constructed. The remaining virtual orbitals are
formed using a recurrent procedure described in [70,71].

In total, the basis set consists of five partial waves (I < 4)
including orbitals up to 9s, 9p, 8d, 8f, and 7g. The
configuration space was formed by allowing single and
double excitations for the even-parity states from the
configurations 4f'46s, 4f36p5d, and 4f'35d5f and for
the odd-parity state from the configurations 4f'#6p,
4113652, 4f136p?, 4f13655d, and 4f1%65%5f.

To check the convergence of the CI method, we calculate
the FS coefficients for four sets of configurations. First, we
include single and double excitations in the shells 6s, 6 p, 5d,
5f,and 5g (we designate the set of excitations as [6s pSdf g]).
Then we sequentially included the single and double
excitations to [7sp6dfgl, [8spTdfg], and [9sp8dfgl.

In Table I we present the FS coefficients Krg found for
the 2S5, 2D3», and ?F, states, obtained for different
sets of configurations. In the last column we list the FS
coefficients Kyg determined for the transitions between
the excited states 2Dz, and *F;/, and the ground state,
as K¥g = Kgs(*D32.2 F1)2) — Kgs(2S1)2).

As seen in Table I, the coefficients Kf,¢ are insensitive to
increasing the number of configurations. To estimate a
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possible contribution from the core shells, we include six
5p electrons in the valence field and perform calculations in
the framework of the 21-electron CI. The coefficients Kfg
change only at the level of 2%. Assuming that the
contribution from other core shells can be as large as
10% and also taking into account a possible contribution
from valence-valence correlations beyond the [9sp8df ]
set of configurations, we estimate the uncertainty of Kt at
the level of 12-15%. Using the final values given in Table I,
we find that the ratio of the FS coefficients Krg for the E3
and E2 transitions is —2.7(6). This result agrees well with
that obtained in a recent experimental determination of high
precision K7 /K2 = —2.1962536(14) [72].

The frequencies of the investigated E3 and E2 transitions
are  Upy3 ~642x 10 Hz and g, ~ 6.88 x 10'* Hz,
respectively. Using the calculated FS coefficients Kp& =
—15 GHz/fm? and K% =40 GHz/fm? and (ry) ~ 5.3 fm
[73], we obtain

VE3 Vg2
K ES _ K FS

Kgzp = <
Vg3 1459}

) (P2) =24 x1073.  (15)

For a physical insight, we give an order-of-magnitude
estimate of the FS coefficient in Supplemental Material
[34], which is only a rough approximation and not a
substitute for the detailed calculation presented here.

We experimentally demonstrate the proposed method
using a single-ion '"'Yb* optical clock [74,75]. A single
trapped ion is probed in the E3 and E2 transitions in an
alternating fashion using laser pulses with wavelengths of
about 467 nm and 435 nm, respectively (see [76,77] for
details on the clock operation). The E3 transition is
interrogated with a Ramsey dark time of 500 ms. For
the E2 transition, the natural lifetime of the excited state of
about 50 ms limits the interrogation time, and we typically
use a single 42 ms Rabi pulse.

The frequency ratio measurement is determined by the
atomic reference for averaging intervals larger than about
200 s. Then, the measurements of vg3/vg, are limited by
white frequency noise, given by the quantum projection
noise due to the limited interrogation time of the E2
transition. The measurement instability is 1.0 x 1071%/,/z,
where 7 is the averaging time in seconds.

We analyze about 235 days of data taken in a total period
T of about 26 months and search for sinusoidal modu-
lations as described in [77]. We find no modulation with an
amplitude exceeding significantly that expected from the
quantum projection noise. The upper 95% confidence
levels of the extracted oscillation amplitudes yields largely
frequency-independent limits below about 2 x 10~!7 on the
relative amplitudes for frequencies in the range 1/T =
1.4 x 107® Hz to 0.005 Hz. For frequencies smaller than
1/T (corresponding to DM masses below 6.0 x 10723 V),
where our data cover less than a full oscillation cycle, the

10° -

—2
_10
<
Ef
=
i 10 ”¢’
Og ~--"H/Si cavity

107° 1 ,;”’Yb/CS

1078 T T T
10°
—2
<E 10
<
60
5 10-4 4 Xb"
g E3/E2 EP test
o ™
10777 ’,f"’ Yb™ projection
‘Rb/Cs
1078 T T T
1077 107 107" 107"
Mass mg (eV)
FIG. 1. Exclusion plot for the linear scalar DM coupling (a) to

the gluons d, and (b) to the quark masses dj; as a function of DM
mass m,. Using the field shift effect, limits at the 95% confidence
level from long-term measurements of the frequency ratio
Vp3/Vgp in a single-ion optical clock are shown in dark red.
Based on the same experiment, the much weaker limit from the
mass shift is shown for reference. The dashed line shows a
projection assuming amplitude limits at the 1 x 10~'3-level. The
gray and the blue lines depict the strongest EP bound [92] and the
bound from various fifth force searches [93], respectively.
Bounds from existing spectroscopy experiments are also shown:
Rb/Cs [12] (turquoise), Yb/Cs [14] (orange), H/Si [13] (purple).

limits on the amplitude increase since being near an
antinode of an oscillation cannot be ruled out.

Since we did not find any statistically significant
sinusoidal modulations in our data, we can use our results
to constrain any model that would lead to such modula-
tions. Using the relation between oscillations in the
frequency ratio vg3/vg, and the UDM couplings 1/f,,
as well as d, and dj given in Egs. (13) and (10)
respectively, we derive limits for these couplings. Here,
we assume that the UDM field of mass m, (m,) comprises
all of the DM with ppy= 0.4 GeV/(cm)?. Note that for
UDM masses below ~1072? eV, this assumption needs to
be relaxed, leading to weakened bounds for these masses,
which is not considered in any of the constraints plotted.
Different UDM models predict possible local over- or
underdensities compared to the standard halo model, e.g.,
solar halo [78], bosenova [79], and streams [80]. Other
papers predict large density enhancement close to the
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1/fa (GeVT?)

10-17
Mass m, (eV)

FIG. 2. Exclusion plot for the QCD axion coupling 1/f, as a
function of the axion mass, m,,. The limits based on the long-term
measurements of the frequency ratio vgs3/vg, in a single-ion
optical clock are shown in dark red. The dashed line is a
projection assuming amplitude limits at the 1 x 107!8-level.
Existing limits based on oscillating neutron electric dipole
moment [86] are shown in brown, and theory limits due to
density effects of the Earth [89] as a dotted green line. Bounds
from existing spectroscopy experiments are also shown: Rb/Cs
[12] (turquoise), Yb/Cs [14] (orange), H/Si [13] (purple).

surface of the earth. See [81] for the case of ~O(1) GeV
DM mass, and enhancement due to gravitational effects
in [82] and [83]. The present analysis is sensitive to square
root of the local DM density and a detailed analysis in terms
of the individual models would be required to determine
limits for different densities, signal durations, and the UDM
coherence properties.

The largest DM mass included in our analysis is
approximately 2 x 107!7 eV, which has a coherence time
of more than six years, well above our total measurement
period of T = 2 years. Thus, we do not need to include DM
decoherence in our analysis. We take into account stochas-
tic fluctuations of the DM amplitude and correspondingly
rescale our limits by a factor of 3 [84]. In Fig. 1, we show
the exclusion plot of the scalar UDM coupling d,, to gluons
and dj;, to the quark masses as a function of DM mass, m.
Our limits are competitive compared to other spectroscopic
limits [12-14], but importantly rely on a completely
different effect, which makes our search complementary
to previous results. We set new limits on the coupling d,, for
masses around 10722 eV. For reference, we also plot the
much weaker limits derived from the mass shift. This effect
is suppressed here, but it can be used instead of the field
shift to probe the nuclear degrees of freedom with optical
clocks based on light elements. While bounds from EP tests
and fifth-force searches are more stringent than spectro-
scopic bounds for most masses within the range inves-
tigated here, we note that for a nongeneric coupling of
scalar UDM to the SM content, bounds from the EP-
violation and fifth-force experiments may be further sup-
pressed by a factor O(1072) [17,85]. In Fig. 2, we show the

parameter space of axion-gluon coupling of Eq. (13) as a
function of the axion mass, m,. Our limits do not currently
exceed those of experiments that search for an oscillating
neutron electric dipole moment, [86]. However, future
investigations using dynamical decoupling techniques
[87,88] can extend the search toward higher masses into
a previously experimentally unexplored regime. In this
context, we note that the bound associated with Earth [89]
is not related to a search for oscillating energy levels. It
originates from the fact that for small enough f, the Earth’s
matter density affects the axion potential, driving it away
from zero. This bound can possibly be avoided if one
introduces a new interaction between the axion and the SM
matter fields. In forthcoming work, the analysis in this
paper will also be extended to higher frequencies (up to
~100 MHz) based on the experimental data from atomic
[90] and molecular [91] spectroscopy.

The measurement can be improved by accumulating
more data or, given a certain measurement time, improving
its instability. Since the vg3/vg, measurement instability is
limited by the finite lifetime of the E2 excited state,
comparing the E3 clock to a clock with superior stability
and suitable sensitivity will lead to an improved search. The
projections shown in the plots assume amplitude limits at
the level 1 x 1078, which could be obtained with the
present vgs instability and similar measurement time.

In summary, we show that UDM interacting with the
QCD sector leads to oscillations of the nuclear charge
radius and consequently of electronic transition frequen-
cies, which can be investigated with high precision in
optical clocks. We apply this idea to two transitions in
7I'yb*. A long-term measurement of the frequency ratio,
and the calculated sensitivities, provide constraints on the
coupling of UDM to quarks and gluons. While these results
only improve the coupling d,, for a small mass range, they
constitute, to our knowledge, the first investigation of
UDM-nuclear couplings using an optical atomic clock
comparison. Future investigations based on the derived
principle, employing combinations of optical clocks prom-
ising larger sensitivity, in particular, those based on highly
charged ions [94,95], are expected to investigate couplings
well below the current parameter range.
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