Table S1: ' *W NMR chemical shifts (8 in ppm) for saturated molybdo-tungsto-diphosphates and molybdo-vanado-tungsto-diphosphates.

molybdo-tungsto-diphosphates

4,9,10,15-P,MosW 4 (14): -129.3 (4W), -134.0 2W), -170.1 (4W), -172.4 (4W).

1,9,10,15,16-P,MosW 3 (2): thirteen lines of equal intensity at -125.7, -129.4, -129.9, -131.3, -165.4, -167.6, -168.6, -168.7, -175.9, -179.1, -
181.3, -182.9, -190.1.

1,4,9,10,15-P,MosW 3 (9): -128.1 (2W), -132.0 (2W), -135.2 (1W), -160.93 (2W), -170.1 (2W), -175.8 (2W), -176.6 (2W).
1,4,9,10,15,16-P.MosW 1, (5) : -130.3 (4W), -166.3 (4W), -179.6 (4W).

molybdo-monovanado-tungsto-diphosphates.

1,9,10,15,16-4-P,MosVW, (4): eleven lines of equal intensity (the resonance of W near V is not observed) -114.2, -118.9, -143.6, -150.3, -154.7,
-170.6, -173.4, -181.3, -184.6, -192.8, -198.3.

4,9,10,15,16-1-P,MosVW 1, (8): six lines of equal intensity at -103.1, -126.0 (broad), -172.5, -182.5, -190.1, -194.1.

4,9,10,15-1-P,MosVW ;3 (13): -112.0 (2W), -122.0 (2W, broad), -172. 2 (2W), -175.4 (2W), -187.0 (2W), -187.3 (2W), -199.7 (1W)

molybdo-trivanado-tungsto-diphosphates.
4,9,10,15,16-1,2,3-P.MosV3W, (10): -130.4 (2W), -183 (4W, very broad), -220.4 (2W), -223.2 (2W).
4,9,10,15-1,2,3-P,M0o4V3W 1, (15): -142.0 (2W), -183 (4W, very broad), -189.3 (1W), -219.8 (2W), -222.3 (2W).

hexavanado-tungsto-diphosphate.
1,4,9,10,15,16-P,VsW 5 (18) : three broad lines at -131.5 (4W), -176.3 (4W), -190.2 (4W).



