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Fig. S1. Rietveld (CaBi, phase) and LeBail (Bi phase) fit to the diffraction pattern of
ground CaBi, single crystals. Red points — observed intensities (I,,s), black solid line —
calculated (I;,), blue line — I ps-Icac, green and purple tics indicate the expected
positions of Bragg reflections for CaBi, and Bi, respectively.

Table S1. Unit cell parameters and atomic positions obtained from a Rietveld fit (shown
in Fig. S1). Values given in italics are repeated after Table 1 for comparison.

Unit cell parameters (A):

Rietveld refinement 4.6970(5) 17.069(2) 4.6127(4)
LeBail fit (see Tab. 1) 4.696(1) 17.081(2) 4.611(1)
Calculated (see Tab. 1) 4.782 17.169 4.606
Atomic positions:
X y z
Ca 0 0.0974(12) Va
Bi(1) 0 0.4342(2) Va
Bi(2) 0 0.7449(3) Ya
R-factors (%):
R,y Ryp Rexp 1

20.0 16.9 10.57 2.55
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Fig. S2. Specific heat of CaBi, from 2 to 300 K. The solid blue line shows the value of
specific heat calculated from the Dulong Petit Law assuming 3 atoms per formula unit.



Scalar-relativistic

Fig. S3. The Fermi surface (FS) of CaBi,: (a) scalar-relativistic case, (e) relativistic case; panels (b-d) and (f-h) show each of the three FS
sheets in scalar-relativistic and relativistic case, respectively. Pictures prepared using XCrysDen [1].

' A. Kokalj, J. Mol. Graph. Model, 1999, 17, 176. Code available from http://www.xcrysden.org/



