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Table SI.1 | Crystal and structure refinement data.
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Compound 1
Empirical formula C20H1sCu2Ns0g,NO3, H,0
Formula weight 677.3
Crystal system triclinic
Space group P-1
CCDC ref 1059883

Unit cell dimensions

a(A) 10.385(4)
b (A) 11.555(4)
c(A) 11.790(4)
a(deg) 73.91(3)
B(deg) 84.08(3)
v(deg) 70.54(3)
V (A3 1,281.6(7)
Z 2
F (000) 686
Ind refin (Rin) 4,905 (0.0199)
Gmax(deg.) 27.12

Final R indices

[1>20(D)]

R1=0.0528

wR2 = 0.1553
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Figure SI.1 | Infrared spectrum of crystals of 1.
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Figure S1.2 | Concentration profiles of Cu(NOz3)2:6H20 (blue) and 4,4’-bpy (green) at the
microfluidic reactor exit at FRR=0.1 (TFR=220 pL/min) (a) and FRR=5 (TFR=1,200 pL/min)
(b) calculated using constant values of the reagents flow rates (Q2 and Qz=100 puL/min). In the

reaction-diffusion region both reagents are present.
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Figure S1.3 | Comparison of the experimental XRPD pattern (blue) of the microcrystals of 1
obtained by simple mixture of Cu(NOz)2-6H20 and 4,4’-bpy with the XRPD pattern simulated

from its single-crystal structure (black).
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Figure S1.4 | TEM images of crystals of 1 fabricated in the microfluidic device at FRR =5, 2

and 0.1, respectively, from top to down. Note that different TFR combinations have been used
to work under the same FRR. Also note that identical crystalline phases -from needles to hollow
frames to plate-like crystals (top to down)- have been synthesized for the same FRR values,
independently of the flow rates used. The scale bars are 2 um (top row), 5 um (left and right
middle row), 2 um (centred middle row), 10 pm (left and right bottom row) and 4 um (centred

bottom row).
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Figure S1.5 | Concentration profiles of reagents at the microfluidic reactor exit, for increasing
values of flow rate ratio (FRR = 0.1, 1, 2 and 5) and two values of total flow rate i.e.
TFR=220 pL/min (a) and 1,200 pL/min) (b). Solid and dashed lines correspond to

concentration profiles of Cu(NOz)2-6H20 and 4,4’-bpy, respectively.
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Figure S1.6 | AFM topography images of a hollow frame (a) and a partially filled frame (d).
Kelvin Probe Microscopy images (KPFM); b,e, 2D and c,f, 3D AFM topography images with
KPFM signal as the colour scale. The surface potential function difference measured by KPFM

confirms the absence of CP material inside of the frame.
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Figure S1.7 | 3D AFM topography images of a single frame, showing different perspectives for

the vertices. Note that the vertices are interpenetrated.
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5 um

Figure S1.8 | POM images showing the optical axes of two frames that indicate that the four

sides have perfect orientational order.
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