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Figure 1: Schematic picture of ferro- and antiferromagnets. The chequerboard pat-

tern in the antiferromagnet is called a Néel state.

the role of symmetry in physics. Using new experimental techniques, hidden
patterns of symmetry were discovered. For example, there are magnetic mate-
rials where the moments form a chequerboard pattern where the neighbouring
moments are anti-parallel, see Fig. 1. In spite of not having any net magneti-
zation, such antiferromagnets are nevertheless ordered states, and the pattern
of microscopic spins can be revealed by neutron scattering. The antiferro-
magnetic order can again be understood in terms of the associated symmetry
breaking.

In a mathematical description of ferromagnetism, the important variable is
the magnetization, ~mi = µ ~Si, where µ is the magnetic moment and ~Si the spin
on site i. In an ordered phase, the average value of all the spins is different from
zero, h~mii 6= 0. The magnetization is an example of an order parameter, which
is a quantity that has a non-zero average in the ordered phase. In a crystal it
is natural to think of the sites as just the atomic positions, but more generally
one can define “block spins” which are averages of spins on many neighbouring
atoms. The “renormalization group” techniques used to understand the theory
of such aggregate spins are crucial for understanding phase transitions, and
resulted in a Nobel Prize for Ken Wilson in 1982.

It is instructive to consider a simple model, introduced by Heisenberg, that
describes both ferro- and antiferromagnets. The Hamiltonian is

HF = �J
X

hiji

~Si · ~Sj � µ
X
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~B · ~Si (1)
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In spatial dimension d = 2, the symmetry ✓i ! ✓i + c is

preserved at all non-zero T . There is no LRO, and

h ii = 0 for all T > 0.

Nevertheless, there is a phase transition at T = TKT ,

where the nature of the correlations changes
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.

The low T phase also has topological order associated

with the suppression of vortices.
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Figure 3: To the left a single vortex configuration, and to the right a vortex-

antivortex pair. The angle ✓ is shown as the direction of the arrows, and the cores of

the vortex and antivortex are shaded in red and blue respectively. Note how the arrows

rotate as you follow a contour around a vortex. (Figure by Thomas Kvorning.)

by the Hamiltonian,

HXY = �J
X

hiji

cos(✓i � ✓j) (3)

where hiji again denotes nearest neighbours and the angular variables, 0 
✓i < 2⇡ can denote either the direction of an XY-spin or the phase of a
superfluid. We shall discuss this model in some detail below.

Although the GL and BCS theories were very successful in describing many
aspects of superconductors, as were the theories developed by Lev Landau
(Nobel Prize 1962), Nikolay Bogoliubov, Richard Feynman, Lars Onsager and
others for the Bose superfluids, not everything fit neatly into the Landau
paradigm of order parameters and spontaneous symmetry breaking. Problems
occur in low-dimensional systems, such as thin films or thin wires. Here, the
thermal fluctuations become much more important and often prevent ordering
even at zero temperature [39]. The exact result of interest here is due to
Wegner, who showed that there cannot be any spontaneous symmetry breaking
in the XY-model at finite temperature [53].

So far we have discussed phenomena that can be understood using classical
concepts, at least as long as one accepts that superfluids are characterised
by a complex phase. There are however important macroscopic phenomena
that cannot be explained without using quantum mechanics. To find the
ground state of a quantum many-body problem is usually very difficult, but
there are some important examples where solutions to simplified problems give
deep physical insights. Electromagnetic response in crystalline materials is an
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Add terms which suppress single but 
not double vortices…..
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• With K = 0, we can explicitly sum over �ij , and the
theory reduces to the ordinary XY model.
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• The theory has a Z2 gauge invariance: we can change

✓i ! ✓i + ⇡(1� ⌘i)

�ij ! ⌘i�ij⌘j ,

with ⌘i = ±1, and the energy remains unchanged.

• The XY order parameter  i = ei✓i is gauge invari-

ant, as are all physical observables. So this is an

XY model with a modified Hamiltonian, and no ad-

ditional degrees of freedom have been introduced.
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• A single (odd) 2⇡ vortex in ✓i hasQ
(ij)2⇤ cos [(✓i � ✓j)/2] < 0.

• So for J > 0, such a vortex will prefer
Q

(ij)2⇤ �ij = �1,
i.e. a 2⇡ vortex has Z2 flux = �1 in its core.

• So a large K > 0 will suppress (odd) 2⇡ vortices.

• There is no analogous suppression of (even) 4⇡ vortices.
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patterns of symmetry were discovered. For example, there are magnetic mate-
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moments are anti-parallel, see Fig. 1. In spite of not having any net magneti-
zation, such antiferromagnets are nevertheless ordered states, and the pattern
of microscopic spins can be revealed by neutron scattering. The antiferro-
magnetic order can again be understood in terms of the associated symmetry
breaking.
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on site i. In an ordered phase, the average value of all the spins is different from
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one can define “block spins” which are averages of spins on many neighbouring
atoms. The “renormalization group” techniques used to understand the theory
of such aggregate spins are crucial for understanding phase transitions, and
resulted in a Nobel Prize for Ken Wilson in 1982.
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-1

A quantum Hamiltonian in 2+1 dimensions

• In the topological phase,
the suppressed Z2 fluxes
of -1 become well-defined
gapped quasiparticle
excitations (‘visons’) above
the ground state.
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A quantum Hamiltonian in 2+1 dimensions

• In the topological phase, on a
torus, inserting the Z2 flux of
-1 into one of the cycles of the
torus leads to an orthogonal state
whose energy cost vanishes ex-
ponentially in the size of the
torus: there are 4 degenerate
ground states on a large torus.
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Fluctuating antiferromagnetism
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insulating behavior of the antiferromagnetic metal.
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Figure 1: Schematic picture of ferro- and antiferromagnets. The chequerboard pat-

tern in the antiferromagnet is called a Néel state.

the role of symmetry in physics. Using new experimental techniques, hidden
patterns of symmetry were discovered. For example, there are magnetic mate-
rials where the moments form a chequerboard pattern where the neighbouring
moments are anti-parallel, see Fig. 1. In spite of not having any net magneti-
zation, such antiferromagnets are nevertheless ordered states, and the pattern
of microscopic spins can be revealed by neutron scattering. The antiferro-
magnetic order can again be understood in terms of the associated symmetry
breaking.

In a mathematical description of ferromagnetism, the important variable is
the magnetization, ~mi = µ ~Si, where µ is the magnetic moment and ~Si the spin
on site i. In an ordered phase, the average value of all the spins is different from
zero, h~mii 6= 0. The magnetization is an example of an order parameter, which
is a quantity that has a non-zero average in the ordered phase. In a crystal it
is natural to think of the sites as just the atomic positions, but more generally
one can define “block spins” which are averages of spins on many neighbouring
atoms. The “renormalization group” techniques used to understand the theory
of such aggregate spins are crucial for understanding phase transitions, and
resulted in a Nobel Prize for Ken Wilson in 1982.

It is instructive to consider a simple model, introduced by Heisenberg, that
describes both ferro- and antiferromagnets. The Hamiltonian is
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We compute the electronic Green’s function of the topologically ordered Higgs phase of a SU(2)
gauge theory of fluctuating antiferromagnetism on the square lattice. The results are compared
with cluster extensions of dynamical mean field theory, and quantum Monte Carlo calculations, on
the pseudogap phase of the strongly interacting hole-doped Hubbard model. Good agreement is
found in the momentum, frequency, hopping, and doping dependencies of the spectral function and
electronic self-energy. We show that (approximate) lines of zeros of the zero-frequency electronic
Green’s function are signs of the underlying topological order of the gauge theory, and describe
how these lines of zeros appear in our theory of the Hubbard model. We also derive a modified,
non-perturbative version of the Luttinger theorem that holds in the Higgs phase.

The pseudogap metal is a novel state of electronic mat-
ter found in the hole-doped, cuprate high temperature
superconductors [1]. It exhibits clear evidence of electri-
cal transport with the temperature and frequency depen-
dence of a conventional metal obeying Fermi liquid the-
ory [2, 3]. However, a long-standing mystery in the study
of the cuprates is that photoemission experiments do not
show the ‘large’ Fermi surface that is expected from the
Luttinger theorem of Fermi liquid theory [4]. (Broken
square lattice translational symmetry can allow ‘small’
Fermi surfaces, but there is no sign of it over a wide
range of temperature and doping over which the pseudo-
gap state is present [1, 5], and we will not discuss states
with broken symmetry here.) There are non-perturbative
arguments [6–9] that deviations from the Luttinger vol-
ume are only possible in quantum states with topological
order. But independent evidence for the presence of topo-
logical order in the pseudogap has so far been lacking.

In this paper we employ a SU(2) gauge theory of fluc-
tuating antiferromagnetism (AF) in metals [10, 11] to
describe the pseudogap metal. Such a gauge theory de-
scribes fluctuations in the orientation of the AF order,
while preserving a local, non-zero magnitude. An alter-
native, semiclassical treatment of fluctuations of the AF
order parameter has been used to describe the electron-
doped cuprates [12], but this remains valid at low tem-
peratures (T ) only if the AF correlation length ⇠AF di-
verges as T ! 0. We are interested in the case where ⇠AF

remains finite at T = 0, and then a gauge theory formu-
lation is required to keep proper track of the fermionic
degrees of freedom in the background of the fluctuating
AF order. Such a gauge theory can formally be derived
from a lattice Hubbard model, as we will outline in the
next section. The SU(2) gauge theory yields a pseudogap
metal with only ‘small’ Fermi surfaces when the gauge

group is ‘Higgsed’ down to a smaller group. We will de-
scribe examples of Higgsing down to U(1) and Z2, and
these will yield metallic states with U(1) and Z2 topolog-
ical order. See Appendix A for a definition of topological
order in gapless systems; for the U(1) case we primarily
consider, the topological order is associated [13, 14] with
the suppression of ‘hedgehog’ defects in the spacetime
configuration of the fluctuating AF order.

We will present a mean-field computation of the elec-
tronic Green’s function across the entire Brillouin zone
in the U(1) Higgs phase of the SU(2) gauge theory. Such
results allow for a direct comparison with numerical com-
putations on the Hubbard model. One of our main results
will be that for a reasonable range of parameters in the
SU(2) gauge theory, both the real and imaginary parts of
the electron Green’s function of the gauge theory with
topological order closely resemble those obtained from
dynamical cluster approximation (DCA), a cluster ex-
tension of dynamical mean field theory (DMFT). While
DCA allows us to study the regime of strong correlations
down to low temperature, it has limited momentum-
space resolution. For this reason, we have also performed
determinant quantumMonte Carlo (DQMC) calculations
and find self-energies that, in the numerically accessible
temperature range, agree well with the gauge theory com-
putations. Additional results on the comparison between
the SU(2) gauge theory and the DCA and DQMC com-
putations, as a function of doping and second-neighbor
hopping, appear in a companion paper [15].

In several discussions in the literature [16–22], viola-
tions of the Luttinger theorem have been linked to the
presence of lines of zeros (in two spatial dimensions) in
the electron Green’s function on a “Luttinger surface”.
The conventional perturbative proof of the Luttinger the-
orem yields an additional contribution to the volume en-
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We compute the electronic Green’s function of the topologically or-
dered Higgs phase of a SU(2) gauge theory of fluctuating antiferro-
magnetism on the square lattice. The results are compared with clus-
ter extensions of dynamical mean field theory, and quantum Monte
Carlo calculations, on the pseudogap phase of the strongly interact-
ing hole-doped Hubbard model. Good agreement is found in the mo-
mentum, frequency, hopping, and doping dependencies of the spec-
tral function and electronic self-energy. We show that lines of (ap-
proximate) zeros of the zero-frequency electronic Green’s function
are signs of the underlying topological order of the gauge theory,
and describe how these lines of zeros appear in our theory of the
Hubbard model. We also derive a modified, non-perturbative version
of the Luttinger theorem that holds in the Higgs phase.
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The pseudogap metal is a novel state of electronic mat-
ter found in the hole-doped, cuprate high temperature

superconductors [1]. It exhibits clear evidence of electrical
transport with the temperature and frequency dependence of
a conventional metal obeying Fermi liquid theory [2, 3]. How-
ever, a long-standing mystery in the study of the cuprates is
that photoemission experiments do not show the ‘large’ Fermi
surface that is expected from the Luttinger theorem of Fermi
liquid theory [4]. (Broken square lattice translational symme-
try can allow ‘small’ Fermi surfaces, but there is no sign of it
over a wide range of temperature and doping over which the
pseudogap state is present [1, 5], and we will not discuss states
with broken symmetry here.) There are non-perturbative ar-
guments [6–9] that deviations from the Luttinger volume are
only possible in quantum states with topological order. But
independent evidence for the presence of topological order in
the pseudogap has so far been lacking.

In this paper we employ a SU(2) gauge theory of fluctuating
antiferromagnetism (AF) in metals [10, 11] to describe the
pseudogap metal. Such a gauge theory describes fluctuations
in the orientation of the AF order, while preserving a local,
non-zero magnitude. An alternative, semiclassical treatment
of fluctuations of the AF order parameter has been used to
describe the electron-doped cuprates [12], but this remains
valid at low temperatures (T ) only if the AF correlation length
›AF diverges as T æ 0. We are interested in the case where
›AF remains finite at T = 0, and then a gauge theory formula-
tion is required to keep proper track of the fermionic degrees
of freedom in the background of the fluctuating AF order.
Such a gauge theory can formally be derived from a lattice
Hubbard model, as we will outline in the next section. The
SU(2) gauge theory yields a pseudogap metal with only ‘small’
Fermi surfaces when the gauge group is ‘Higgsed’ down to a
smaller group. We will describe examples of Higgsing down
to U(1) and Z2, and these will yield metallic states with U(1)

and Z2 topological order. See SI Appendix A for a definition
of topological order in gapless systems; for the U(1) case we
primarily consider, the topological order is associated [13, 14]
with the suppression of ‘hedgehog’ defects in the spacetime
configuration of the fluctuating AF order.

We will present a mean-field computation of the electronic
Green’s function across the entire Brillouin zone in the U(1)
Higgs phase of the SU(2) gauge theory. Such results allow
for a direct comparison with numerical computations on the
Hubbard model. One of our main results will be that for a
reasonable range of parameters in the SU(2) gauge theory, both
the real and imaginary parts of the electron Green’s function of
the gauge theory with topological order closely resemble those
obtained from dynamical cluster approximation (DCA), a clus-
ter extension of dynamical mean field theory (DMFT). While
DCA allows us to study the regime of strong correlations down
to low temperature, it has limited momentum-space resolution.
For this reason, we have also performed determinant quan-
tum Monte Carlo (DQMC) calculations and find self-energies
that, in the numerically accessible temperature range, agree
well with the gauge theory computations. Additional results
on the comparison between the SU(2) gauge theory and the
DCA and DQMC computations, as a function of doping and
second-neighbor hopping, appear in a companion paper [15].

In several discussions in the literature [16–22], violations
of the Luttinger theorem have been linked to the presence
of lines of zeros (in two spatial dimensions) in the electron
Green’s function on a “Luttinger surface”. The conventional
perturbative proof of the Luttinger theorem yields an addi-
tional contribution to the volume enclosed by the Fermi surface
when the electron Green’s function has lines of zeros: it was
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using 17O NMR measurements of an isotope-
enriched single crystal of ZnCu3(OH)6Cl2. We
demonstrated that the spin excitation spectrum
exhibits a finite gap D = 0.03J to 0.07J be-
tween a S = 0 spin-liquid ground state and the
excited states, where J ~ 200 K represents the
Cu-Cu superexchange interaction (5, 21).
A major advantage of using a single crystal for

NMR is that we can achieve high resolution by
applying an external magnetic field Bext along
specific crystallographic directions. In Fig. 2A,
we present the 17O (nuclear spin I = 5/2; gyro-
magnetic ratio gn/2p = 5.772 MHz/T) NMR line
shape measured at 295 K in Bext = 9 T, applied
along the c axis; the temperature dependence of
the line shape is presented in Fig. 2C. Unlike pre-
viously measured powder-averaged 35Cl and 17O
NMR line shapes (22, 23), we can resolve the five
Iz =m tom + 1 transitions (Iz, z component of the
nuclear spin angularmomentum;magnetic quan-
tum number m = –5/2, –3/2, –1/2, +1/2, +3/2),
which are separated by a nuclear quadrupole

frequency nQ
(c). In addition, the central peak

frequency f for the Iz = –1/2 to +1/2 transition is
shifted from the bare resonance frequency fo =
(gn/2p)Bext by the effects of the hyperfine mag-
netic fields from nearby Cu2+ sites, and the shift
of the peak (marked “main” in Fig. 2A) is pro-
portional to ckagome. Such an NMR frequency
shift may be expressed in terms of the Knight
shift, 17K (c) = f/fo – 1 = Ahf ckagome, where Ahf is
the hyperfine coupling constant between the 17O
nuclear spin and the Cu2+ electron spins. We can
fit the line shape in Fig. 2A with three sets of five
peakswith three distinct values of 17K (c) and nQ

(c).
That is, the presence of the Cu2+ defects at the
Zn2+ sites results in three distinct 17O sites in
ZnCu3(OH)6Cl2. Taking into account the differ-
ence in the transverse relaxation that affects the
apparent signal intensities (fig. S1), we estimated
the population of the three sites as 13 ± 4%, 28 ±
5%, and59±8%, in agreementwith earlier 2DNMR
observations of three corresponding sites in a
deuterated single crystal of ZnCu3(OD)6Cl2 (24).
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Fig. 2. Influence of the Cu2+ defects and NMR Knight shift in 9 T. (A) 17O NMR line shape at 295 K in
Bext = 9 T || c, fitted with three sets of five peaks arising from themain (nQ

(c) ~ 360 kHz), NN (nQ
(c) ~ 310 kHz),

andNNN(nQ
(c) ~ 350 kHz) sites.The vertical dashed line represents the zero-shift frequency fo = (gn/2p)Bext

~ 51.9 MHz, where 17K(c) = 0. (B) A summary of 17K(a*) and 17K(c) measured in 9 T. Solid and open symbols
represent the data for themain and NN sites, respectively. Also plotted is the 2D NMR frequency shift 2K

ðcÞ

NN
at theNN 2D sites,measured in 8.4 T, that is dominated entirely by cdefect; the solid curve is a Curie-Weiss fit,
2KðcÞ

NN~ –(T– q)–1, with q ~ –1.2 K (24). (C) Representative 17O NMR line shapes measured in Bext = 9 T || c
below 295 K. Red arrows show the central peak of the main sites, whereas blue arrows mark the five
transitions of the NN sites. Error bars represent uncertainties in the NMR signal intensity in (A) and (C) and
experimental errors of the Knight shifts in (B).

Fig. 1. Kagome lattice and the structure of
ZnCu3(OH)6Cl2. (A) A kagome lattice formed by
corner-shared triangles.Theantiferromagnetic interac-
tions between NN sites frustrate the spin system
(black arrows indicate two spins forming a singlet
pair; the red double-headed arrowwith the question
mark represents a frustrated spin). (B) Top view of
the Cu3O3 kagome layer in ZnCu3(OH)6Cl2. The
local geometries of the main1 and main2 17O sites
(marked as 1 and 2, respectively) are not equivalent
under thepresenceofBext ||a*. (C) Zn

2+ sites (purple)
are located either above or below the center of the
Cu3O3 triangles (blue and red) and have 6NN (navy
blue) and 12 NNN (gray) 17O sites in the adjacent
kagomeplanes. (D)Oblique viewof ZnCu3(OH)6Cl2.
(E) Cu2+ defect moment at a Zn2+ site polarized by
Bext || c (gold arrow), and its local environment.
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using 17O NMR measurements of an isotope-
enriched single crystal of ZnCu3(OH)6Cl2. We
demonstrated that the spin excitation spectrum
exhibits a finite gap D = 0.03J to 0.07J be-
tween a S = 0 spin-liquid ground state and the
excited states, where J ~ 200 K represents the
Cu-Cu superexchange interaction (5, 21).
A major advantage of using a single crystal for

NMR is that we can achieve high resolution by
applying an external magnetic field Bext along
specific crystallographic directions. In Fig. 2A,
we present the 17O (nuclear spin I = 5/2; gyro-
magnetic ratio gn/2p = 5.772 MHz/T) NMR line
shape measured at 295 K in Bext = 9 T, applied
along the c axis; the temperature dependence of
the line shape is presented in Fig. 2C. Unlike pre-
viously measured powder-averaged 35Cl and 17O
NMR line shapes (22, 23), we can resolve the five
Iz =m tom + 1 transitions (Iz, z component of the
nuclear spin angularmomentum;magnetic quan-
tum number m = –5/2, –3/2, –1/2, +1/2, +3/2),
which are separated by a nuclear quadrupole

frequency nQ
(c). In addition, the central peak

frequency f for the Iz = –1/2 to +1/2 transition is
shifted from the bare resonance frequency fo =
(gn/2p)Bext by the effects of the hyperfine mag-
netic fields from nearby Cu2+ sites, and the shift
of the peak (marked “main” in Fig. 2A) is pro-
portional to ckagome. Such an NMR frequency
shift may be expressed in terms of the Knight
shift, 17K (c) = f/fo – 1 = Ahf ckagome, where Ahf is
the hyperfine coupling constant between the 17O
nuclear spin and the Cu2+ electron spins. We can
fit the line shape in Fig. 2A with three sets of five
peakswith three distinct values of 17K (c) and nQ

(c).
That is, the presence of the Cu2+ defects at the
Zn2+ sites results in three distinct 17O sites in
ZnCu3(OH)6Cl2. Taking into account the differ-
ence in the transverse relaxation that affects the
apparent signal intensities (fig. S1), we estimated
the population of the three sites as 13 ± 4%, 28 ±
5%, and59±8%, in agreementwith earlier 2DNMR
observations of three corresponding sites in a
deuterated single crystal of ZnCu3(OD)6Cl2 (24).
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Fig. 2. Influence of the Cu2+ defects and NMR Knight shift in 9 T. (A) 17O NMR line shape at 295 K in
Bext = 9 T || c, fitted with three sets of five peaks arising from themain (nQ

(c) ~ 360 kHz), NN (nQ
(c) ~ 310 kHz),

andNNN(nQ
(c) ~ 350 kHz) sites.The vertical dashed line represents the zero-shift frequency fo = (gn/2p)Bext

~ 51.9 MHz, where 17K(c) = 0. (B) A summary of 17K(a*) and 17K(c) measured in 9 T. Solid and open symbols
represent the data for themain and NN sites, respectively. Also plotted is the 2D NMR frequency shift 2K

ðcÞ

NN
at theNN 2D sites,measured in 8.4 T, that is dominated entirely by cdefect; the solid curve is a Curie-Weiss fit,
2KðcÞ

NN~ –(T– q)–1, with q ~ –1.2 K (24). (C) Representative 17O NMR line shapes measured in Bext = 9 T || c
below 295 K. Red arrows show the central peak of the main sites, whereas blue arrows mark the five
transitions of the NN sites. Error bars represent uncertainties in the NMR signal intensity in (A) and (C) and
experimental errors of the Knight shifts in (B).

Fig. 1. Kagome lattice and the structure of
ZnCu3(OH)6Cl2. (A) A kagome lattice formed by
corner-shared triangles.Theantiferromagnetic interac-
tions between NN sites frustrate the spin system
(black arrows indicate two spins forming a singlet
pair; the red double-headed arrowwith the question
mark represents a frustrated spin). (B) Top view of
the Cu3O3 kagome layer in ZnCu3(OH)6Cl2. The
local geometries of the main1 and main2 17O sites
(marked as 1 and 2, respectively) are not equivalent
under thepresenceofBext ||a*. (C) Zn

2+ sites (purple)
are located either above or below the center of the
Cu3O3 triangles (blue and red) and have 6NN (navy
blue) and 12 NNN (gray) 17O sites in the adjacent
kagomeplanes. (D)Oblique viewof ZnCu3(OH)6Cl2.
(E) Cu2+ defect moment at a Zn2+ site polarized by
Bext || c (gold arrow), and its local environment.
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Kagome lattice antiferromagnet

Herbertsmithite: ZnCu3 (OH)6 Cl2

Candidate for an insulator with Z2 topo-
logical order which has charge neutral, spin
S = 1/2, “spinon” excitations.

S. Sachdev, Physical Review B 45, 12377 (1992)
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FIG. 3: Qualitative comparison between experimental measurements [5] and our theoretical results for the dynamic structure
factor S(k,!). Experimental data at fixed frequency are shown for (a) ! = 0.75meV and (b) ! = 6meV. Theoretical results
for the Q1=Q2 spin liquid at fixed frequency are plotted for (c) ! = 0.37J and (d) ! = 0.6J . The extended Brillouin zone
is indicated by the dashed hexagons. Note that the peak at the M point at low frequencies, as well as the flatness of S(k,!)
between the M and K points at higher frequencies is captured by our theory. Cuts of our theoretical results for S(k,!) along
high symmetry directions at di↵erent frequencies are plotted in (e) between the M and K point, as well as in (f) between the
� and K point, again showing the peak at the M point at low frequencies. Panel (g) shows details of the calculated structure
factor as function of frequency for various momenta between the M (bottom curve) and K point (top curve). Note that all
curves in (g) are shifted by 0.12J with respect to each other for better visibility. All theoretical data shown was computed for
the Q1 = Q2 state with a spinon-vison interaction strength g0 = 0.6 and other parameters as in Fig. 1.

vison interaction vertex, with p (q) the momentum of
the outgoing (incoming) spinon. Note that the six spinon
bands come in three degenerate pairs due to the SU(2)
spin-symmetry. Furthermore, note that the flat vison
band is not renormalized at arbitrary order in the spinon-
vison coupling.

The dynamic structure factor can be obtained from the
susceptibility (3.2) via

S(k,!) =
Im�(k, i!n ! ! + i0+)

1� e��!
. (3.6)

Results of this calculation at zero temperature are shown
in Figs. 1 and 3 for theQ1 = Q2 state for di↵erent spinon-
vison interaction strengths g0. In the region around and
in-between the high symmetry points M and K the low-
est order vertex correction shown in Fig. 2 gives only
a relatively small contribution to S(k,!) and thus has
been neglected in the data shown in these figures (see
supplementary material for a discussion).

IV. DISCUSSION

Fig. 1 shows the two spinon contribution to the dy-
namic structure factor for the Q1 = Q2 state (results
for the Q1 = �Q2 state can be found in the supplemen-
tary material). The onset of the two spinon continuum,
which has a minimum at the M point, is clearly visible
in Fig. 1(a) as the line of frequencies below which the dy-

namic structure factor vanishes. Moreover, several sharp
peaks appear inside the spinon continuum. We note that
such features in the two-spinon contribution to S(k,!)
are generic and are present also for gapless Dirac spin liq-
uids. Since none of these structures have been observed
in experiment, it is clearly necessary to go beyond this
level of approximation.
Figs. 1(d) and (e) show the dynamic structure factor

along the same high symmetry directions as in Fig. 1(a),
but now including the e↵ect of spinon-induced vison pair
production for two di↵erent interaction strengths g0. The
non-dispersing visons act as powerful momentum sink for
the spinons and lead to a considerable shift of spectral
weight below the two-spinon continuum. The computed
structure factor is almost structureless and considerably
flattened at intermediate energies. Our results for the
Q1 = Q2 state also capture the small low-frequency peak
in S(k,!) at the M point, which has been seen in ex-
periment. This peak is a remnant of a minimum in the
threshold of the two-spinon continuum at the M point,
and we conjecture that it might be an indication that
this particular Z2 spin liquid state is realized in Herbert-
smithite. In Fig. 3 we show plots of S(k,!) at constant
energy, where this peak is clearly visible, and compare
our results qualitatively to the experimental data.
In Figs. 1(e) and 3(g) one can barely see small os-

cillations of S(k,!) at low frequencies. These oscilla-
tions originate from the self-consistent computation of
the spinon self-energy ⌃(k,!) and are related to reso-
nances in the self-energy at energies corresponding to the

4

Theory by Punk, Chowdhury, Sachdev
Nature Physics, 2013

Neutron 
scattering 

observations

T Han,  Young 
Lee, et al, Nature 
492, 406 (2012) 

in competition with autoreduction by radiolysis
intermediates, with Am(VI) more susceptible to
reduction than Am(V).

REFERENCES AND NOTES

1. D. J. Rose, Science 184, 351–359 (1974).
2. A. S. Kubo, D. J. Rose, Science 182, 1205–1211 (1973).
3. E. E. Angino, Science 198, 885–890 (1977).
4. B. J. Mincher, L. R. Martin, N. C. Schmitt, Solv. Extract. Ion

Exch. 30, 445–456 (2012).
5. W. H. Runde, B. J. Mincher, Chem. Rev. 111, 5723–5741 (2011).
6. B. J. Mincher et al., Solv. Extract. Ion Exch. 32, 153–166

(2014).
7. R. A. Penneman, L. B. Asprey, Rep. AECU-936 (U.S. Atomic

Energy Commission, 1950).
8. Y. M. Kulyako, I. A. Lebedev, V. Y Frenkel, T. I. Trofimov,

B .F. Myasoedov, Radiokhimiya 23, 837–843 (1981).
9. I. A. Lebedev, Radiokhimiya 20, 653–655 (1978).
10. I. A. Lebedev et al., Radiokhimiya 18, 652–658 (1976).
11. B. F. Myasoedov et al., Radiochem. Radioanal. Lett. 14, 17–24

(1973).
12. E. Yanir, M. Givon, Y. Marcus, Inorg. Nucl. Chem. Lett. 6,

415–419 (1970).
13. E. Yanir, M. Givon, Y. Marcus, Inorg. Nucl. Chem. Lett. 5,

369–372 (1969).
14. L. R. Morss, J. Fuger, J. Inorg. Nucl. Chem. 43, 2059–2064

(1981).
15. A. J. Bard, R. Parsons, J. Jordan, Standard Potentials in

Aqueous Solution (Marcel Dekker, Inc., 1983).
16. B. J. Mincher, L. R. Martin, N. C. Schmitt, Inorg. Chem. 47,

6984–6989 (2008).
17. B. A. Moyer et al., Inorg. Chem. 52, 3473–3490 (2013).
18. J. M. Adnet, L. Donnet, P. Brossard, J. Bourges, U.S. Patent

Office (1997), no. 5609745.
19. M. N. Litvina, M. S. Milyukova, B. F. Myasoedov, J. Radioanal.

Nucl. Chem. 121, 355–363 (1988).
20. M. S. Milyukova, M. N. Litvina, B. F. Myasoedov, Radiokhimiya

25, 706 (1983).
21. S. Picart, D. Chartier, L. Donnet, J. M. Adnet, Scientific Report

(Marcoule, 1999).
22. T. S. Franczyk, K. R. Czerwinski, K. N. Raymond, J. Am. Chem.

Soc. 114, 8138–8146 (1992).
23. M. A. Mendéz, C. J. Dares, L. Alibabaei, J. J. Concepcion, T. J. Meyer,,

U. S. Patent Application (2014), App. No. 14/224,606.
24. M. A. Méndez, L. Alibabaei, J. J. Concepcion, T. J. Meyer, ACS

Cat. 3, 1850–1854 (2013).
25. Y. Tamaki, A. K. Vannucci, C. J. Dares, R. A. Binstead,

T. J. Meyer, J. Am. Chem. Soc. 136, 6854–6857 (2014).
26. P. Kang, Z. Chen, A. Nayak, S. Zhang, T. J. Meyer, Environ. Sci.

7, 4007–4012 (2014).
27. W. Song et al., J. Am. Chem. Soc. 136 , 9773–9779

(2014).
28. K. Hanson et al., Chem. Mater. 25, 3–5 (2013).
29. M. K. Coggins, M. A. Méndez, J. J. Concepcion, R. A. Periana,

T. J. Meyer, J. Am. Chem. Soc. 136, 15845–15848 (2014).
30. M. G. B. Drew et al., Dalton Trans. 2000 (5): 821–830

(2000).
31. M. Miguirditchian et al., Inorg. Chem. 44, 1404–1412 (2005).
32. P. Panak, A. Geist, Chem. Rev. 113, 1199–1236 (2013).
33. A. Afsar, L. M. Harwood, M. J. Hudson, P. Distler, J. John,

Chem. Commun. 50, 15082–15085 (2014).
34. W. W. Schulz, The Chemistry of Americium (Technical

Information Center, Energy Research and Development
Administration, 1976).

35. G. Choppin, J.-O. Liljienzin, J. Rydberg, C. Ekberg,
Radiochemistry and Nuclear Chemistry (Academic Press, ed. 4,
2013).

36. A. A. Zaitsev, V. N. Kosyakov, A. G. Rykov, Radiokhimiya 2,
348–350 (1960).

37. S. M. Woods, A. Cain, J. C. Sullivan, J. Inorg. Nucl. Chem. 36,
2605–2607 (1974).

ACKNOWLEDGMENTS

This research was supported by the U.S. Department of Energy
(DOE) Office of Nuclear Energy, Fuel Cycle Research and
Development Program, under DOE Idaho Operations Office
contract DE-AC07-99ID13727. This research made use of
equipment for electrode fabrication including homogenizer, spin-
coater, and annealing furnaces funded by the University of North
Carolina Energy Frontier Research Center: Center for Solar Fuels,
supported by the U.S. DOE Office of Science, Office of Basic
Energy Sciences, under award number DE-SC0001011. A.M.L.

thanks the U.S. Department of Defense, Air Force Office of
Scientific Research, for funding through National Defense Science
and Engineering Graduate Fellowship award FA9550-11-C-0028.
Authors C.J.D., A.M.L., and T.J.M. at University of North Carolina at
Chapel Hill and B.J.M. at Idaho National Laboratory have filed for a
provisional patent application with the U.S. Patent and Trademark
Office under application no. 62/202,428 on the electrochemical
oxidation of americium at derivatized metal oxide electrodes. The
authors also thank B. A. Moyer for encouragement and helpful
technical discussions. Correspondence and requests for materials
should be addressed to T.J.M. Author Contributions: C.J.D., T.J.M.,
and B.J.M. conceived experiments; A.M.L. synthesized the ligand
p-tpy; C.J.D. prepared electrodes, designed and fabricated custom

equipment, and conducted all experiments; C.J.D., T.J.M, and
B.J.M. analyzed and interpreted data; C.J.D., A.M.L, B.J.M.,
and T.J.M. wrote the manuscript.

SUPPLEMENTARY MATERIALS

www.sciencemag.org/content/350/6261/652/suppl/DC1
Materials and Methods
Figs. S1 to S11
Reference (38)

29 June 2015; accepted 6 October 2015
10.1126/science.aac9217

FRUSTRATED MAGNETISM

Evidence for a gapped
spin-liquid ground state in a kagome
Heisenberg antiferromagnet
Mingxuan Fu,1 Takashi Imai,1,2* Tian-Heng Han,3,4 Young S. Lee5,6

The kagome Heisenberg antiferromagnet is a leading candidate in the search for a spin
system with a quantum spin-liquid ground state. The nature of its ground state remains
a matter of active debate. We conducted oxygen-17 single-crystal nuclear magnetic
resonance (NMR) measurements of the spin-1/2 kagome lattice in herbertsmithite
[ZnCu3(OH)6Cl2], which is known to exhibit a spinon continuum in the spin excitation
spectrum. We demonstrated that the intrinsic local spin susceptibility ckagome, deduced
from the oxygen-17 NMR frequency shift, asymptotes to zero below temperatures of
0.03J, where J ~ 200 kelvin is the copper-copper superexchange interaction. Combined
with the magnetic field dependence of ckagome that we observed at low temperatures,
these results imply that the kagome Heisenberg antiferromagnet has a spin-liquid ground
state with a finite gap.

T
he realization and characterization of a
kagomeHeisenberg antiferromagnet (KHA)
with a corner-shared triangle structure
(Fig. 1A) is crucial to the search for a quan-
tum spin-liquid ground state (1, 2). Spin

liquids consist of entangled pairs of spin singlets
and do not undergo amagnetic phase transition.
The successful synthesis of the structurally ideal
kagome lattice of Cu2+ ions (spin S = 1/2) in
herbertsmithite [ZnCu3(OH)6Cl2; Fig. 1, B to E]
(3) was a major milestone (4). ZnCu3(OH)6Cl2 re-
mains paramagnetic at least down to ~50 mK
(5, 6). Moreover, inelastic neutron scatteringmea-
surements (7) on single crystals (8) have demon-
strated that the spin excitation spectrum does not
exhibit conventional magnons, but rather a spinon
continuum. Despite the recent progress, funda-

mental issues regarding the nature of the ground
state of the KHA are not yet understood. For ex-
ample, the central question of the existence of a
gap in the spin excitation spectrum has not been
settled. This information is critical for compara-
tively evaluating the leading theories on the ground
state of the S = 1/2 KHA: a gapped spin liquid, gap-
less spin liquid, or valence-bond solid (1, 2, 9–14)
In ZnCu3(OH)6Cl2, weakly interacting Cu2+

defects occupy the nonmagnetic Zn2+ sites between
the kagome layers with ~15% probability (15).
Their contributions dominate bulk-averaged ther-
modynamic properties at low temperatures
(3, 5, 8, 16, 17), making it difficult to measure the
intrinsic low-energy properties of this material.
Similarly, the Cu2+ impurity moments can con-
tribute to the inelastic neutron scattering, ob-
scuring the response of the intrinsic kagome spins
at low energies (<2 meV) (7). Nuclear magnetic
resonance (NMR) is an ideal local probe with
which to investigate the intrinsic magnetic be-
havior under the presence ofmagnetic defects, as
demonstratedby successful investigations ofKondo
oscillations and analogous phenomena in metals
(18), high-temperature superconductors (19), and
low-dimensional spin systems (20). Our primary
goal was to uncover the intrinsic behavior of the
spin susceptibility, ckagome, separately from the
defect-induced local spin susceptibility, cdefect,
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in competition with autoreduction by radiolysis
intermediates, with Am(VI) more susceptible to
reduction than Am(V).

REFERENCES AND NOTES

1. D. J. Rose, Science 184, 351–359 (1974).
2. A. S. Kubo, D. J. Rose, Science 182, 1205–1211 (1973).
3. E. E. Angino, Science 198, 885–890 (1977).
4. B. J. Mincher, L. R. Martin, N. C. Schmitt, Solv. Extract. Ion

Exch. 30, 445–456 (2012).
5. W. H. Runde, B. J. Mincher, Chem. Rev. 111, 5723–5741 (2011).
6. B. J. Mincher et al., Solv. Extract. Ion Exch. 32, 153–166

(2014).
7. R. A. Penneman, L. B. Asprey, Rep. AECU-936 (U.S. Atomic

Energy Commission, 1950).
8. Y. M. Kulyako, I. A. Lebedev, V. Y Frenkel, T. I. Trofimov,

B .F. Myasoedov, Radiokhimiya 23, 837–843 (1981).
9. I. A. Lebedev, Radiokhimiya 20, 653–655 (1978).
10. I. A. Lebedev et al., Radiokhimiya 18, 652–658 (1976).
11. B. F. Myasoedov et al., Radiochem. Radioanal. Lett. 14, 17–24

(1973).
12. E. Yanir, M. Givon, Y. Marcus, Inorg. Nucl. Chem. Lett. 6,

415–419 (1970).
13. E. Yanir, M. Givon, Y. Marcus, Inorg. Nucl. Chem. Lett. 5,

369–372 (1969).
14. L. R. Morss, J. Fuger, J. Inorg. Nucl. Chem. 43, 2059–2064

(1981).
15. A. J. Bard, R. Parsons, J. Jordan, Standard Potentials in

Aqueous Solution (Marcel Dekker, Inc., 1983).
16. B. J. Mincher, L. R. Martin, N. C. Schmitt, Inorg. Chem. 47,

6984–6989 (2008).
17. B. A. Moyer et al., Inorg. Chem. 52, 3473–3490 (2013).
18. J. M. Adnet, L. Donnet, P. Brossard, J. Bourges, U.S. Patent

Office (1997), no. 5609745.
19. M. N. Litvina, M. S. Milyukova, B. F. Myasoedov, J. Radioanal.

Nucl. Chem. 121, 355–363 (1988).
20. M. S. Milyukova, M. N. Litvina, B. F. Myasoedov, Radiokhimiya

25, 706 (1983).
21. S. Picart, D. Chartier, L. Donnet, J. M. Adnet, Scientific Report

(Marcoule, 1999).
22. T. S. Franczyk, K. R. Czerwinski, K. N. Raymond, J. Am. Chem.

Soc. 114, 8138–8146 (1992).
23. M. A. Mendéz, C. J. Dares, L. Alibabaei, J. J. Concepcion, T. J. Meyer,,

U. S. Patent Application (2014), App. No. 14/224,606.
24. M. A. Méndez, L. Alibabaei, J. J. Concepcion, T. J. Meyer, ACS

Cat. 3, 1850–1854 (2013).
25. Y. Tamaki, A. K. Vannucci, C. J. Dares, R. A. Binstead,

T. J. Meyer, J. Am. Chem. Soc. 136, 6854–6857 (2014).
26. P. Kang, Z. Chen, A. Nayak, S. Zhang, T. J. Meyer, Environ. Sci.

7, 4007–4012 (2014).
27. W. Song et al., J. Am. Chem. Soc. 136 , 9773–9779

(2014).
28. K. Hanson et al., Chem. Mater. 25, 3–5 (2013).
29. M. K. Coggins, M. A. Méndez, J. J. Concepcion, R. A. Periana,

T. J. Meyer, J. Am. Chem. Soc. 136, 15845–15848 (2014).
30. M. G. B. Drew et al., Dalton Trans. 2000 (5): 821–830

(2000).
31. M. Miguirditchian et al., Inorg. Chem. 44, 1404–1412 (2005).
32. P. Panak, A. Geist, Chem. Rev. 113, 1199–1236 (2013).
33. A. Afsar, L. M. Harwood, M. J. Hudson, P. Distler, J. John,

Chem. Commun. 50, 15082–15085 (2014).
34. W. W. Schulz, The Chemistry of Americium (Technical

Information Center, Energy Research and Development
Administration, 1976).

35. G. Choppin, J.-O. Liljienzin, J. Rydberg, C. Ekberg,
Radiochemistry and Nuclear Chemistry (Academic Press, ed. 4,
2013).

36. A. A. Zaitsev, V. N. Kosyakov, A. G. Rykov, Radiokhimiya 2,
348–350 (1960).

37. S. M. Woods, A. Cain, J. C. Sullivan, J. Inorg. Nucl. Chem. 36,
2605–2607 (1974).

ACKNOWLEDGMENTS

This research was supported by the U.S. Department of Energy
(DOE) Office of Nuclear Energy, Fuel Cycle Research and
Development Program, under DOE Idaho Operations Office
contract DE-AC07-99ID13727. This research made use of
equipment for electrode fabrication including homogenizer, spin-
coater, and annealing furnaces funded by the University of North
Carolina Energy Frontier Research Center: Center for Solar Fuels,
supported by the U.S. DOE Office of Science, Office of Basic
Energy Sciences, under award number DE-SC0001011. A.M.L.

thanks the U.S. Department of Defense, Air Force Office of
Scientific Research, for funding through National Defense Science
and Engineering Graduate Fellowship award FA9550-11-C-0028.
Authors C.J.D., A.M.L., and T.J.M. at University of North Carolina at
Chapel Hill and B.J.M. at Idaho National Laboratory have filed for a
provisional patent application with the U.S. Patent and Trademark
Office under application no. 62/202,428 on the electrochemical
oxidation of americium at derivatized metal oxide electrodes. The
authors also thank B. A. Moyer for encouragement and helpful
technical discussions. Correspondence and requests for materials
should be addressed to T.J.M. Author Contributions: C.J.D., T.J.M.,
and B.J.M. conceived experiments; A.M.L. synthesized the ligand
p-tpy; C.J.D. prepared electrodes, designed and fabricated custom

equipment, and conducted all experiments; C.J.D., T.J.M, and
B.J.M. analyzed and interpreted data; C.J.D., A.M.L, B.J.M.,
and T.J.M. wrote the manuscript.

SUPPLEMENTARY MATERIALS

www.sciencemag.org/content/350/6261/652/suppl/DC1
Materials and Methods
Figs. S1 to S11
Reference (38)

29 June 2015; accepted 6 October 2015
10.1126/science.aac9217

FRUSTRATED MAGNETISM

Evidence for a gapped
spin-liquid ground state in a kagome
Heisenberg antiferromagnet
Mingxuan Fu,1 Takashi Imai,1,2* Tian-Heng Han,3,4 Young S. Lee5,6

The kagome Heisenberg antiferromagnet is a leading candidate in the search for a spin
system with a quantum spin-liquid ground state. The nature of its ground state remains
a matter of active debate. We conducted oxygen-17 single-crystal nuclear magnetic
resonance (NMR) measurements of the spin-1/2 kagome lattice in herbertsmithite
[ZnCu3(OH)6Cl2], which is known to exhibit a spinon continuum in the spin excitation
spectrum. We demonstrated that the intrinsic local spin susceptibility ckagome, deduced
from the oxygen-17 NMR frequency shift, asymptotes to zero below temperatures of
0.03J, where J ~ 200 kelvin is the copper-copper superexchange interaction. Combined
with the magnetic field dependence of ckagome that we observed at low temperatures,
these results imply that the kagome Heisenberg antiferromagnet has a spin-liquid ground
state with a finite gap.

T
he realization and characterization of a
kagomeHeisenberg antiferromagnet (KHA)
with a corner-shared triangle structure
(Fig. 1A) is crucial to the search for a quan-
tum spin-liquid ground state (1, 2). Spin

liquids consist of entangled pairs of spin singlets
and do not undergo amagnetic phase transition.
The successful synthesis of the structurally ideal
kagome lattice of Cu2+ ions (spin S = 1/2) in
herbertsmithite [ZnCu3(OH)6Cl2; Fig. 1, B to E]
(3) was a major milestone (4). ZnCu3(OH)6Cl2 re-
mains paramagnetic at least down to ~50 mK
(5, 6). Moreover, inelastic neutron scatteringmea-
surements (7) on single crystals (8) have demon-
strated that the spin excitation spectrum does not
exhibit conventional magnons, but rather a spinon
continuum. Despite the recent progress, funda-

mental issues regarding the nature of the ground
state of the KHA are not yet understood. For ex-
ample, the central question of the existence of a
gap in the spin excitation spectrum has not been
settled. This information is critical for compara-
tively evaluating the leading theories on the ground
state of the S = 1/2 KHA: a gapped spin liquid, gap-
less spin liquid, or valence-bond solid (1, 2, 9–14)
In ZnCu3(OH)6Cl2, weakly interacting Cu2+

defects occupy the nonmagnetic Zn2+ sites between
the kagome layers with ~15% probability (15).
Their contributions dominate bulk-averaged ther-
modynamic properties at low temperatures
(3, 5, 8, 16, 17), making it difficult to measure the
intrinsic low-energy properties of this material.
Similarly, the Cu2+ impurity moments can con-
tribute to the inelastic neutron scattering, ob-
scuring the response of the intrinsic kagome spins
at low energies (<2 meV) (7). Nuclear magnetic
resonance (NMR) is an ideal local probe with
which to investigate the intrinsic magnetic be-
havior under the presence ofmagnetic defects, as
demonstratedby successful investigations ofKondo
oscillations and analogous phenomena in metals
(18), high-temperature superconductors (19), and
low-dimensional spin systems (20). Our primary
goal was to uncover the intrinsic behavior of the
spin susceptibility, ckagome, separately from the
defect-induced local spin susceptibility, cdefect,
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in competition with autoreduction by radiolysis
intermediates, with Am(VI) more susceptible to
reduction than Am(V).
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The kagome Heisenberg antiferromagnet is a leading candidate in the search for a spin
system with a quantum spin-liquid ground state. The nature of its ground state remains
a matter of active debate. We conducted oxygen-17 single-crystal nuclear magnetic
resonance (NMR) measurements of the spin-1/2 kagome lattice in herbertsmithite
[ZnCu3(OH)6Cl2], which is known to exhibit a spinon continuum in the spin excitation
spectrum. We demonstrated that the intrinsic local spin susceptibility ckagome, deduced
from the oxygen-17 NMR frequency shift, asymptotes to zero below temperatures of
0.03J, where J ~ 200 kelvin is the copper-copper superexchange interaction. Combined
with the magnetic field dependence of ckagome that we observed at low temperatures,
these results imply that the kagome Heisenberg antiferromagnet has a spin-liquid ground
state with a finite gap.

T
he realization and characterization of a
kagomeHeisenberg antiferromagnet (KHA)
with a corner-shared triangle structure
(Fig. 1A) is crucial to the search for a quan-
tum spin-liquid ground state (1, 2). Spin

liquids consist of entangled pairs of spin singlets
and do not undergo amagnetic phase transition.
The successful synthesis of the structurally ideal
kagome lattice of Cu2+ ions (spin S = 1/2) in
herbertsmithite [ZnCu3(OH)6Cl2; Fig. 1, B to E]
(3) was a major milestone (4). ZnCu3(OH)6Cl2 re-
mains paramagnetic at least down to ~50 mK
(5, 6). Moreover, inelastic neutron scatteringmea-
surements (7) on single crystals (8) have demon-
strated that the spin excitation spectrum does not
exhibit conventional magnons, but rather a spinon
continuum. Despite the recent progress, funda-

mental issues regarding the nature of the ground
state of the KHA are not yet understood. For ex-
ample, the central question of the existence of a
gap in the spin excitation spectrum has not been
settled. This information is critical for compara-
tively evaluating the leading theories on the ground
state of the S = 1/2 KHA: a gapped spin liquid, gap-
less spin liquid, or valence-bond solid (1, 2, 9–14)
In ZnCu3(OH)6Cl2, weakly interacting Cu2+

defects occupy the nonmagnetic Zn2+ sites between
the kagome layers with ~15% probability (15).
Their contributions dominate bulk-averaged ther-
modynamic properties at low temperatures
(3, 5, 8, 16, 17), making it difficult to measure the
intrinsic low-energy properties of this material.
Similarly, the Cu2+ impurity moments can con-
tribute to the inelastic neutron scattering, ob-
scuring the response of the intrinsic kagome spins
at low energies (<2 meV) (7). Nuclear magnetic
resonance (NMR) is an ideal local probe with
which to investigate the intrinsic magnetic be-
havior under the presence ofmagnetic defects, as
demonstratedby successful investigations ofKondo
oscillations and analogous phenomena in metals
(18), high-temperature superconductors (19), and
low-dimensional spin systems (20). Our primary
goal was to uncover the intrinsic behavior of the
spin susceptibility, ckagome, separately from the
defect-induced local spin susceptibility, cdefect,
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FIG. 1. (a) Schematic crystal structure of Cu3Zn(OH)6FBr with copper Cu2+ ions (blue) forming the kagome planes AA
stacked along c-axis. Kagome planes are separated by non-magnetic Zn2+ (blond) ions. (b) Top view of the Cu3Zn(OH)6FBr
crystal structure, where F (brown) is in the center between two hexagons of two kagome Cu planes. (c) Scanning electron
microscope image of crystal grain in the polycrystalline samples. (d) Measured (brown “+”) and calculated (green line) XRD
di↵raction intensities of polycrystalline samples. The blue curve indicates the di↵erence between the measured and calculated
intensities. The vertical lines indicate peak positions.

We have successfully synthesized Cu3Zn(OH)6FBr
polycrystalline samples by replacing the interkagome
Cu2+ sites in Cu4(OH)6FBr with non-magnetic Zn2+.
Our thermodynamical (e.g. magnetic susceptibility and
specific heat) measurements were carried out on the
Physical Properties Measurement Systems (PPMS). The
NMR spectra of 19F with the nuclear gyromagnetic ratio
� = 40.055 MHz/T were obtained by integrating the spin
echo as a function of the RF frequency at constant ex-
ternal magnetic fields of 0.914 T, 3 T, 5.026 T and 7.864

TABLE I. Structure parameters of Cu3Zn(OH)6FBr at room
temperature. Space group P63/mmc; a = b = 6.6678(2) Å,
c = 9.3079(3) Å.

Site w x y z B (Å2)

Cu 6g 0.5 0 0 1.48(6)

Zn 2d 1/3 2/3 3/4 1.93(8)

Br 4c 2/3 1/3 3/4 1.99(5)

F 4b 0.0 0.0 3/4 0.34(2)

O 12k 0.1882 0.8111(5) 0.9021(7) 2.22(2)

H 12k 0.1225 0.8775 0.871 1.0

T, respectively.

Figure 1 (a) and 1 (b) depict the crystal structure of
Cu3Zn(OH)6FBr. Micrometer-size crystals are easily ob-
served by the scanning electron microscope (SEM) (Fig. 1
(c)). The refinement of the powder X-ray di↵raction pat-
tern (Fig. 1 (d)) shows that the material crystallizes in
P63/mmc space group with Cu2+ ions forming a direct
stack of undistorted kagome planes separated by non-
magnetic Zn2+ ions (Fig. 1 (a) and (b)) as expected
from theoretical calculations [34]. Cu3Zn(OH)6FBr is
a charge-transfer insulator and the charge gap between
Cu-3d9 and O-2p orbitals is around 1.8 eV according
to first principles calculations [34, 36]. Powder X-ray
di↵raction measurements were carried out using Cu K↵

radiation at room temperature. The di↵raction data
is analyzed by the Rietveld method using the program
RIETAN-FP [37]. All positions are refined as fully
occupied with the initial atomic positions taken from
Cu4(OH)6FBr [31]. The refined results are summarized
in Table I.

No phase transition is observed in our thermodynam-
ical measurements (Fig. 2), establishing strong evidence
for a QSL ground state in Cu3Zn(OH)6FBr. Tempera-
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FIG. 3. (a) 19F NMR spectra under 3 T at di↵erent temperatures. The vertical dash line f0 = 120.199 MHz, corresponding
to the chemical shift, is a guide to the eyes. (b) Temperature dependence of the Knight shift 19K determined from the peak
positions of the spectra. The dotted horizontal line shows the position of Kchem obtained from 19K-� plot at high temperatures
as shown in the inset. (c) Magnetic field dependence of the spin gap. The black short-dash line is fitted by�(B) = �(0)�gµBSB
with spin quantum number S = 1/2. For comparison, we also plot �(B) for S = 1 shown by the blue dash line constrained by
the value at 0.914 T, which hardly describes the data. Inset shows the Arrhenius plot of 19K � Kchem with the vertical axis
in logarithmic scale, which demonstrates visually that the gap decreases with increasing magnetic field. The solid curve is the
fitting function A exp(��/T ) for 19K �Kchem.

ments in Cu3Zn(OH)6FBr. A unique advantage of
Cu3Zn(OH)6FBr for the NMR measurements is that it
contains 19F. It is known that 2D, 17O and 35Cl NMR
measurements in herbertsmithite are rather di�cult due
to multiple resonance peaks resulted from nuclear spins
I = 1, I = 5/2 and I = 3/2, respectively [20, 23, 28, 29].
In contrast, only one resonance peak needs to be resolved
for 19F with I = 1/2 nuclear spin, as shown in Fig. 3 (a).
The sharp high-temperature peaks suggest that few Zn2+

exists in kagome planes. Moreover, no extra peak due
to RIC moments is observed even at low temperatures.
The line shape asymmetry may arise from the magnetic
anisotropy, e.g. gk/g? = 2.42/2.21 in Barlowite [35]. We
have also carried out the measurements with di↵erent
pulse interval (⌧) in NMR echo to exclude the possibil-
ity of impurity moment contributions in the NMR spec-

trum [44].

In a gapped QSL, the spin susceptibility should be-
come zero at low temperature. The Knight shift is related
to the uniform susceptibility � as 19K = Ahf� +Kchem,
where Ahf is the hyperfine coupling constant between the
19F nuclear spin and the electron spins and Kchem is the
T -independent chemical shift. Kchem = 0.015% is ob-
tained from 19K-� plot at high temperatures as shown
in the inset of Fig. 3 (b), where � is DC susceptibility at
B = 3 T. Figure 3 (b) shows that the Knight shift drops
quickly below ⇠ 30 K. At high temperatures (⇠ 100 K),
Knight shift 19K has a systematic variation as a function
of magnetic field, whose origin is unclear at present and
left for future investigation, but we note that such a be-
havior would not change our results at low temperatures
below 30 K. The Knight shift at low fields (0.914 T and 3
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